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NOTICES

When Government drawings, specifications, or other data are used
for any purpose other than in connection with a definitely related Govern-
ment procurement operation, the United States Government thereby in-
cursnoresponsibility nor any obligation whatsoever; and the fact that
the Government may have formulated, furnished, or in any way supplied
the said drawings, specifications, or other data, is not to be regarded
by implication or otherwise as in any manner licensing the holder or
any other person or corporation,or conveying any rights or permission
to manufacture, use, or sell any patented invention that may in anyway
be related thereto.

The information furnished herewith is made available for study
upon the understanding that the Government’s proprietary interestg in
and relating thereto shall not be impaired. It is desired that the Judge
Advocate (WCJY), Wright Air Development Center, Wright-Patterson
Air Force Base, Ohio, be promptly notified of any apparent conflict be-
tween the Government’s proprietary interests and those of others.
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FOREWORD

This rsport was prepared by the Standard 0il Development Company,
under USAF Contract No. AF 33(038)=1,593. The contract was initiated
under Research and Development Order No. 613-15, "Hydraulic Fluids and
Lubricants MX 1576", and was administered under the direction of the
Materials Laboratory, Directorate of Research, Wright Air Development
Center, with Capt L. D, Christensen and Lt J. A. King acting as project
engineers, This is the final report on this work, and it presents all
the information obtained during the contract period, July 8, 1950 -
August 7, 1952,
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ABSTRACT

This report is a compilation of all the information obtained
under Contract No. AF 33(038)-14593, concerned with means of increasing
the availability of synthetic lubricants for use at low and high
temperatures.

The diesters of straight~chain dibasic acids lead the field of
esters suitable as lubricants for use at both low and high temperatures,
because of their desirable combinations of properties and potentially
good availability, Adipic, azelaic, and sebacic acids are the most
readily available dibasic acids suitable for ester lubricant production,
while the petroleum derived Oxo alcohols appear to be the most available
alcohols for this application., In addition, however, certain diesters of
polypropylene glycols appear equivalent to dibasic aclid esters in all the
characteristics studied so far, and this type of ester therefore represents
a promising source of synthetic oil., Mono—esters may be satisfactory
Jubricants where high temperatures are not encountered. The presence
of small quantities of impurities are believed to cause variations
in the oxidation and thermal stability of esters. The SAE E.P. Iubricants
Tester is capable of measuring the load—carrying ability of synthetic
Jubricants, but further work is required to develop a completely reliable
test for predicting full-scale gear performance.

PUBLICATION REVIEW

This report has been reviewed and is approved. -

FOR THE COMMANDER

M. E. SORTE
Colonel, USAF

Chief, Materials Laboratory
Directorate of Research
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I — INTRODUCTION

The work done under this contract has been defined in a general
way a8 a study of means for inecreasing the availability of ester—type
synthetic lubricants suitable for aircraft application. This study has
been approached in two ways: (1) A survey of the potential availability
of raw materials; and (2) evaluation of many types of esters in an effort
to find a wider selection of suitable products from which finished oils
could be developed. It is believed that the most worthwhile contribution
of this work has been obtained from the second approach, which has re—
sulted in the cataloguing of some critical properties of a wide variety
of esters. This project involved, first, an extensive survey of data
already available in the literature and some unpublished reports, and,
second, expansion of these data by evaluation of more critical properties
for known types of esters. All of the information obtained during the
two years' work is compiled in the Appendix to this report. Appendix I
covering the literature survey, Appendix II, the results of the additional
work, and Appendix III, IV, & V giving the more important conclusions
reached during these atudies.

In this report the salient points and important coneclusions re—
vealed by each phase of the work carried out will be mentioned and
referred to in the appropriate appendix. For a detailed discussion
of the data the reader will be referred to the proper appendix. The
reader will also be referred to the Appendix tables of this report for
the complete data on a given phase of work or type of ester.
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II — RAW MATERIALS AVAILABILITY

An attempt was made to estimate the potential availabilities
of sems of the more prominent ester raw materials. However, it was
quickly apparent that it was impossible in certain cases for a private
company to make reliable estimates, since proprietary information was
involved. The best availability figures possible, without access to the
actual production capacities, were presented in the AF Technical Report
RNo, 6663. It was understood that the Aircraft Production Resources
Division was making a more complete and reliable survey,

Some generalisations on availability are possible without actual
production statistics., Of the chain—type dibasic acids suitable for ester
lubtricant manufacture, sebacis, azelaic, and adipic acids lead the field
from the standpoint of availability. Petentially the most available of
these is adipic acid because it can be derived from petroleum, For the
Same reason the Oxo alcohols have the best potential availability among
the aloohols suitable for ester lubricante. Alcohols such as 2-ethyl—
hexanol are also usually regarded as suitable for this application., How—
ever, it is possible that the starting raw materials for producing this
aloohol (ethanol or acetylene) may have other strategic uses in time of
emergeney, and it is not certaln that 2~ethylhexanol can be counted on
for ester production, Glycols produced from ethylene oxide or propylene
oxide will probably be available in reasonable quantities, although once
again, ethylene and propylene may be required in other critical
applications,

WADC TR 5388 2




IIY — LITERATURE SURVEY

In Appendix I to this report, data have been compiled from various
literature sources for over 800 compounds (mostly esters) of possible
interest as synthetic lubricants. Appendix I Table 1 presents the
bibliography for this report, and a number is assigned to each literature
data source., The appropriate reference numbers are then found in the
first column of the succeeding tables of data in Appendix I. Following
is a 1list of the types of compounds for which the literature data

may be found in the designated tables:

Compound Type
Adlipates
Substituted Adipates
Sebacates

Azelates and Pimelates
Esters of Other Dibasic Aeids

Mono—esters

Diesters from ulycols
Esters from Polyhydric Alcohols

Esters from Dibasic Acids Containing
Ether—Oxygen Atoms

Esters Containing Ring Structures

Bsters from Hydroxy-Acids

Esters from Alkenylsuccinic Acids

Compounds Containing Sulfur

Compounds Containing Phosphorous

Carbonates and Nitrogen Compounds

Geaplex Esters
Acid Center

Glycol Center (without ether oxygens)
Glycol Center (with ether oxygens)
From Hydroxy-Acids

Three Ester Groups Per Molecule

Appendix Table Number
2, 3, 4
5

6, 7
8, 9
10, 11

12, 13

14, 15, 16
17, 18, 19

20
21, 22
23
24,
25
26, 27
28, 29

30
31
32
33, 34
35

Along with providing a useful compendium of available information
on ester—type lubricants, the literature survey furnished the necessary
background for the further studies required. It was concluded from
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this survey that esters, in general, had very desirable combinations of
properties and warranted the serious consideration they have received as
synthetic lubricants, It was also apparent that ester lubricants of
nearly any desired viscosity could be made from widely available or
potentially available raw materials, However, a considerable amount of
further work appeardd necessary to determine if esters were satisfactory
as lubricants from all eoritical standpoints and if there were preferred
types of esters among those of wide availability. To answer these and
related questions, it was evident that the data available in the literature
required expansion to include volatility, low temperature, stability, and
lubrication properties of promising materials. Efforts were therefore
turned toward the ester evaluation phase of the project.

WADC TR 53-88 4




IV — ESTER EVALUATION

All of the evaluation results obtained during the two years
under the contract are presented in detail in Appendix II., For this
work it was necessary to synthesize some esters in the laboratory
to supplement those procured from commercial suppliers, These materials,
designated in the tables as "laboratory preparations” were for the
most part specific members of homologous series already known in
the art. A search for new types of esters was not an object of this
project.

A. Sypthesis

The techniques used in preparing esters in the laboratory were
thoroughly discussed in the AF Technical Report No. 6663. In general,
the products were synthesized in the conventional manner employing
commercial grade reactants. Either p~toluene sulfonic acid monohydrate
or sodium hydrogen sulfate (usually 0.3 to 0.5% based on the eater) was
used as catalyst., The effect of the catalyst on esterification rate is
deplicted in Figures 1 & 2 of Appendix II, The esters prepared in the
laboratory were generally refined by vacumm distillation to produce a
wide heart-cut for evaluation. The most effective acidity reduction method,
employed after distillation, was adsorption on animal charcoal., High
quality esters were prepared in this fashion,

B. rties Desired hetic lubricants

The ever widening temperature range over which a lubricant must
perform all of its functions has led to a steady increase in the use of
synthetic oils, In many kinds of aviation equipment, and particularly in
high-power gas turbine aircraft engines, synthetic lutricants are replacing
inadequate mineral oils. Each piece of equipment may require some specific
properties in the lubricant, but nearly all applications there are some
fundamental lubricant properties which are important. In general, it is
these fundamental properties which have been evaluated for the variety of
esters studied in this project. These desired characteristics include:

1., Good viscosity—-temperature relationship

2. Good viscosity-wolatility relationship

3. Low melting and pour points

4. Stability toward oxidation, hydrolysis, and heat
5. Good lubrication characteristics

The following sections of the report designate in what Appendix

tables and figures the data relating to these properties may be found.
Pertinent conclusions arising from this work are discussed in Section V,

WADC TR 53-88 5




C. Yiscosity-Temparature Characteristics
and _Genaral Froperties

The kinematic viscesities from 210° to —65°F of all lubricant
materials either procured from commercial suppliers or synthesized in the
laboratory are presented in Appendix II Tables 36 through 60. Viscosity—
temperature relationshipas are expressed by three systems: ASTM Slope,
V.I., and Hardimann and Nessen V.I.* Other general properties, including
neutralisation nmumbers, flash, fire, pour, and melting points, are also
shown in these tables, Although flash points, and in some cases, vapor
pressures, are presented, the subject of volatility is more adequately
covered in succeeding tahles, The effects of ester structure on viscosity—
temperature characteristics are discussed thoroughly in the AF Technical
Report No. 6663 and in Appendix IV,

The properties obtained for esters of mono—, di—~, and tri-basic
acids are given in Tables 36, 37, and 38, Polyhydric aleohol esters
are covered in Tables 39 and 40, and some miscellaneous synthetic
lubricant materials are given in Table 41. The low temperature viscosities
for a series of adipates, azelates, and sebacates are depicted
graphically in Appendix II Figure 3, and some other important low
temperature properties for a variety of esters are shown in Table 42,

D ¥ ¢ teristic

There are three common ways of measuring volatility: by determining
vapor pressure, flash point, or evaporation rate. All three have been
studied and employed to some extent in this program. The vapor pressure
apparatus and procedure used are described in detail in Appendix III,

It is a boiling point method whieh included distilling off an initial
portion of the sample tp avoid errors due to volatile contaminants,
The evaporation apparatus and technique are deseribed in Appendix IV,

The vapor pressure—temperature relationships for the esters on
whieh vapor pressures were obtained are shown graphically in Appendix II
Figures 4 through 12. The experimental points are plotted as log vp
vs, 1/(t+230), with t being °C. In most cases the experimental data
would conform just as weli to lines representing log vp vs. 1/(t+273),
However, the constant 230, as proposed by Cox,** should provide a better
fit for the data over a larger portion of the liquid range and allow more
accurate extrapolation., Vapor pressure-temperature data, taken from these
figures, are also presented in Tables 43 and 44, along with viscosity

# Described in AF Technical Report No, 6663
** Cox, Ind, Eng. Chem., 28, 613 (1936)
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data for the same materials. The boiling point of each compound at

2 mm, pressure is one measure of its volatility. The temperature at

which each compound hss thickened to 10,000 cs. (obtained from ASTM vis—
cosity-temperature plots) is presented in Tables 43 and 44 a8 one

measure of that compound's low temperature viscosity. The difference
between these two temperatures is then an indication of the viscosity—
volatility properties of the material, and may have some practical signifi-
cance as an indication of the accepteble operating temperature range pos—
sible with the lubricant. This temperature difference, or Viscosity-
Volatility Index as it might be termed, depends considerably on viscosity
level, as would be expected. Therefore, comparisons of various compound
types should be made at common levels of viscosity. The Viscosity—Vola—
tility Indicee are also tabulated in Tables 43 and 44. The significance
and shortcomings of the Viscosity—Volatility Index are described in
detail in Appendix III,

Flash point is a much simpler determination than vapor pressure,
However, flash point is likely to reflect the presence of a small quantity
of volatile contaminant rather than the volatility ef the synthetic lubri-
cant itself, Therefore, the correlation of flash point with vapor pressure
gives some badly scattered points, as shown in Appendix II Figure 12.

This correlation is improved, as shown, if two lines are drawn — one for
carefully distilled esters (volatile contaminants removed), and ocne for
esters which do not get this careful refinement.

Evaporation rate is probably a more realistic measure of lubricant
volatility than either vapor pressure or flash point. The evaporation
data obtained for a number of lubricants are presented in Figure 14. The
amount of material evaporated (wt. % after 1 hr. at 392°F.) was found to
correlate rather well with the vapor pressure of the lubricant (mm. at
400°F, ), as shown in Figure 15,

E. Stability
1. Oxidation Stability

In order to study the oxidation stability of a variety of esters,
it was necessary first to select an effective inhibitor which could be
used in these esters, in common, and thus allow direct comparisoms,
Consideration was devoted toward screening a number of inhibitors for this
purpose, These inhibitors, in di—-2-ethylhexyl sebacate, were first evaluated
in the Oxidation/Corrosion Stability Test at 250°F, (MII~0-6081) and in
an oxygen absorption rate test at 392°F. Results are presented in Appendix 11
Tables 45, 46, and 47. Promising inhibitors were next examined in a
modification of the MII~I~6387 Oxidation/Corrosion Stability Test at 347°F.
The results, shown in Table 48, indicated phenothiazine to be superior
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to the other inhibitors evaluated, Because of this performance, and the
fact that phenothiazine was finding expanding application in the synthetic
lubricant field, it was selected as the inhibitor for the ester evaluation
work.

The oxidation stability of esters (inhibited with phenothiasine)
was found to be affected to a large extent by apparently small quantities
of impurities in the esters, This fact complicated the stability work and
made reliable comparisons difficult. The data obtained on the stability of
eaters to oxidation are shown in Table 49, These data are discussed in
Appendix IV,

2. HRvdrelytic Stability

A limited mumber of esters were examined in the MIL~1~6387
Hydrolytic Stability Test. Results are presented in Table 50, and are
discussed in AF Technical.Report 6663.

3. IThermal Stabllity

A simple test was used to study thermal stability. The ester was
maintained at 392°F for 48 hours under nitrogen, and decomposition was
calculated from the change in acidity. A large number of esters were
investigated in this test and the data are tabulated in Tables 51 and 52.
When it became known that temperatures above 392°F were being attained in
some aircraft equipment, some similar thermal stability tests were run at
455°F, The results are presented in Table 53, Thermal stability is dis—
cussed thoroughly in Appendix IV,

F. c C C

Nearly all simple, uncompounded esters are similar in lubrication
characteristics. Good load—-carrying and anti-wear properties therefore
require proper compounding. However, development of finished lubricants
with good load—carrying ability 1s hampered by the lack of reliable
laboratory test metheds, which could be used for initial exploratory work,
The last few months of this project were devoted to a study of laboratory
test machines, primarily the SAE E.P. Lubricants Tester, It was desired to
learn more about what lubrication qualities these mechines would measure,
and this perhaps led the way toward development of a test for predicting
lubrieant pesrformance in high-speed, highly loaded gears, — the critical
area of new design aircraft engines, The results of these lubricatiom
studies are described in detail in Appendix V.

In the SAE machine the effects of varying operating conditions

such as speed, shaft speed ratio, leading rate, and rurin schedule were
first investigated. Based on this work, a test technique (designated
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the SAE-S0D Test) was chosen for additional study. The operating com—
ditions of this test are sumarised in the following table:

S, T B Te
Main Shaft Speed 1000 RPM
Shaft Speed Ratio 3.4/1
Test Cupe Timken T—,8651
Bur-in Schedule (several were used) 50 to 200 1lbs, for 2 minutes
Loading After Rumin Manual, stepwise, 50 lbs. at 10
second intervals,
Failure Loed Minimm load at which scuffing

of test ocups occurs,

This test was found to be sensitive to the viscosity and chemical
structure of the lubricant, as shown in Appendix II Figure 16, Suriace=~
active ingredients in the lulricant could also be detected, as shown
in FPigure 17, As depicted in Figure 18, the SAE-S50D appeared to
correlate rather well with the IAE Gear Machine test. However, after
Figure 18 was drawn, soms contradictory results were obtained on two
lubricants from the Petroleum Refining laboratory at the Pennsylvania
State College. In the SAE machine PRL 3313 gave 1300 lbs, failure load,
while PRI3312 ( similar composition of lower viscosity) did not fail up
to 2000 1lbs. load. It i1s difficult to explain these results when viscosity
level is considered.

All of the data obtained in the work with the SAE machine are
presented In Appendix I Tables 55 and 56.The effects of differences
in test cups (batch to batch), shaft speed. loading rate, and run—in
schedule are shown graphically in Appendix II Figures 19 through 25.
This information is presented since i1t may be of value to other workers
who wish to continue the development of this type of test.

Tables 57 and 58 show the limited amount of data obtained in the

Shell 4—Ball E.P. Tester. There does not appear to be a viscosity
function in this machine, but surface—active agents are readily detected.

WADC TR 53-88 9




V — CONCLUSIONS

The more important conclusions reached during these studies
have been stated in previous reports and are reiterated below:

(1) Esters, in general, conform to some common rules comcern-
ing structure, Side-chain branching gives low pour points, but is detri-
mental to viscosity-temperature and viscosity-volatility characteristics,
Unbranched esters have high pour points but good viscosity-temperature
and viscosity-volatility properties, Optimm branching therefore gives
the best combination of properties,

(2) Esters, in general, have very desirable combinations of
properties, and it is apparent that ester-type synthetic lubricants of
nearly any desired viscosity could be made from raw materials of potential-
1y wide availlability,

(3) Adipic, azelaic, and sebacic acids are the most readily
available dibasic acids suitable for synthetic ester manufacture, while
the petroleum derived Oxo alcohols appear to be the most available alco-
hols for ester production, The ddesters of these straight-chain dibasic
acids lead the field of esters suitable as lubricants for use at both low
and high temperatures, from the standpoint of outstanding properties as
well as potentially high availlability, However, diesters of certain poly-
propylene glycols, in which the terminal groups are composed of straight-
chain monobasic acids, are equivalent to dibasic acid esters in all the
characteristics studied under this project, If this type of glycol ester
is not deficient from some other performance standpoint, it represents a
promising alternate source of synthetic o1l base stock,

(4) Mono-esters with the optimum degree of branching should be
useful lubricants when flash points of 300-325°F., are adequate but ex-~
cellent low temperature properties are essential, Optimum branching can
be obtained through the esterification of a straight-chain acid with a
branched alcohol,

(5) Unlike other alcohols produced by the Oxo process, Cg Oxo
alcohol produced from diisobutylene is not suiteble as a rew material for
synthetic oils, The esters prepared from this alcchol invariably have
unexplainably poor low temperature properties,

(6) A large number of esters do not have linear viscosity-
temperature lines on an ASTM chart, Most deviations from linsarity are
upward at low temperatures; a few are downward, The only generalization
which can be stated at present is that molecules of the "dense center"
configuration give the downward durvature,

WADC TR 53-88 10




(7) The persistence of the liquid state at low temperatures
is not accurately described by pour point for most esters, These ma-
terials supercool considerably below their actual melting point, Service
experience with ester-type oils will disclose whether this supercooling
can alweys be expected and relied on,

(8) Flash point is the simplest measure of ester volatility,
but it 1s markedly influenced by relatively unimportant quantities of
volatlile contaminants, Vapor pressure is the most fundamentsl measure of
volatility, but complex apparatus is required for this determination.
Evaporation rate is probably the most realistic volatility measurement,
and the results correlate with the fundamental property of wvapor pressure,

(9) Significant variations in oxidation stability are obtained
among different batches of the same ester (inhibited), The same is true,
to a lesser degree, of thermal stability., Impurities are believed to be
the major cause of these differences,

(10) The esters of carboxylic acids are stable to hydrolysis
under the conditions of the MIL-L-6387 Hydrolytic Stability Test.

(11) Most esters show very little thermal decomposition up to
at least 392°F, Significant exceptions are the dibasic acid esters of
secondary alcohols, which have relatively poor thermal stability, How-
ever, diesters of certain polypropylene glycols, despite their secondary
hydroxyl linkages, are thermally stable at least up to 455°F,

(12) The SAE E,.P. Lubricants Tester is capable of measuring the
load-carrying ability of synthetic lubricants, A promising test, which is
sensitive to viscosity, chemical structure, and surface-active ingredients,
has been developed in the SAE machine, However, further work is required
before this test can be relied on to predict full-scale gear performsnace,

(13) The 4-Ball E,P, Test is sensitive to surface-active ingredi-
ents but not to the viscosity of the lubricant.
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APPENDIX I TABLES

COMPILATION OF PHYSICAL PROPERTIES
FOUND IN LITERATURE FOR ESTERS
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TARIE 2.

ADIPATES
Viscosity /*F., Cs AST™ Freezing Powr Flash Almen
Slope Point Point 8p. Gr. Poimt wts, carried
Ref. Alcohol 210 100  _0 -0 V.I. 20-100°F. _°F.  _F.  _20°C. _'F. Gred. losding
(1) Isopropancl 1.16 2.92 Froze - - 0.86 +30 0.955
(1) Pentanol-3 1.53 L5k 41,6 - - 0.85 +1 0.928
(1) Pentanol (Sharples) 1.56 4.58 40.3 255 - 0.8 <-108 -
) 3-Methylbutenol-1 1.73 4.9% 36.8 - 125 0.78 Lk 0.938 325
(1) 1,3-Dimethylbutanol-1 1.79 5.64 67.9 623 9% 0.82 +36 0.919 320
(1) 2-Ethylbutanol 1.89 5.68 51 297 123 0.77 -15 0.934 -
() " 1.77 5.35 - 0.80 <-98 0,946 -
(1) 2-Ethylhexanol 2.38 8.22 107 807 121 0.763 -90 0.922 380
iG] " 2.39 8,28 819 120 0.763 <70 - 360
(&) “ 2.26 7.83 109 0.782 <-98 0.925
(%) " (Barlube DA) 2.31 8,13 108 0.783 -9k 0.927 425
(%) " (Bisol) 2.39 8.28 120 0.763 <~70
() n-Octanol 2.85 8.75 187 0.652 +50 0.919
(s) Cg Oxo 2.80 10,01 140 0,72k <70 0,517 450
(&3] Cg Oxo {Plexcl 2kL) 2.8, 10.15 990 143 0.720 110 410
(s) Octene-2-0l1-1 2.4s 9,46 86 0.804 <-75 5
(%) Branched Chain Alcohols (E-504) 2.47 8,96 1245 111 0,774 =60 300
(5) I.C.I. Alcohols 2.51 8.85 12k 0.755 15 325 2
(%) C9 Oxo (Esso) 3.3 13.3 141 0,720 ¢T0 365
(5) " " 3.47 13.1 162 0.688 70
(8) Cg Oxo (Herlube MA) 3.40 12,87 160 0.694 -85 0.917 450
(&) 'c9 Oxo Leuna 3.21 12,70 136 0.728 98 <70 0.918
(5) Cy Oxo 3.60 JUR 17 0.710 &5 390 10
(s) C10-Cra 0%0 3.17 12.27 1617 149 0.723 -L5 420 12
(5) Cy2-C34 Ox0 L6y 20,93 156 0.680 -5 435 12
1) 1-Methyl-b-ethyloctanol-1 3.72 17.5 548 8310 .12 0.754 (B0 0.901
(1) 1-(2-methylpropyl)-L-ethyloctanol-1 5.14 3.3 2300 €5000 8o 0.783 -60 0.885 445
(1) 1-(3-ethylemyl)-L-ethyloctancl-1l . €.22 42,6 2300 50000 102 0.743 -60 0.884 -
(s) 1~m-2-ethylhexanol + l-z-OPE-S 11.60 97.40 113 0.668 -20 470 12
(&) Cyclohexanol s.b2 12,90 (122°F.) - 0.672 +104
(4) 3 and 4 Methyl Cyclohexarol 4.6u 27.70 87 0.774 -62 1.002
(&) 09 Oxo Leuna 3.21 12.70 136 0,728 98 0,918
(3} Cg Oxo Leuna + l-m-Ethyleneoxide L.30 18,30 165 0,678 -85 0.948
(1) " 42 " " 5,74 27.40 154 0.640 -72 0.976
(L) 4 bem " T.72 40,90 17 -0,622 -62 1,002
(&) +6m " " " 10,00 54,10 148 0.581 -36 1,021
(&) Leuna Alcohol (356-482°F,) E-51i5 3.65 16.40 122 0,741 -92 -87 0,930
(4) " " 4 2.m Ethylene Oxide 4,96 24,60 141 0.696 ~Th 0.972
(s) Butyl Celloasolve 2.26 T.81 129 0.754 35 415 4
(1) Ethylbutyl Cellusolve 2.68 9.23 134 1290 144 0.723 {-80 0.966 .
(5) Hexyl Cellosolve 2.82 9.9 146 0.716 +5 415 6
(5) Etnyl Carbitol 5.99 30.32 17 0.661 b5 10
(1) Butyl Carbditol 3.29 1é.2 205 2105 159 0.695 +12 1,010
(5) Butyl Carbitol 3.47 13.34 158 0.695 ¢35 450 13
(5) Dowanol 50B 2.82 11,01 113 0,760 75 390 3
{Dipropylene Glycol mono methyl ether)
(5} Dowarol %2B 4,30 19,72 146 0.705 -65 - 15
(Tripropylene Giycol mono methyl ether)
(s) Dowanol 3£A 2.08 6.99 102 0.796 <15 325 4
(Prcpylene Glycol mono isopropyl ether)
(5)  Dowanci 53a 3.52 14,70 137 olrak -65 360 6

(Dipropylene Glycol mono isopropyl ether)
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TABIE /

ADIPATES

Viacosity, Cs. ASTM
B °r. Slope Pour
Alcohod 210 100 v.I. 210/100°F. Point, °P.
Nothyl 0.5 2.1b - 1.013 1
Xthyl 0.99 2.31 - 0.877 -8
n-Batyl 1.4%9 3.68 - 0.748 -13
Isobutyl 1.56 5,08 -— 0.766 +32
- {duPont) 146 .00 - 0.81 o
Sec.-Butyl (Rohm and Eaas) - 3,64 -- - --
Sec.-Mmyl (Robm and Eaas) +-- Lagla) 0.83 <~100%
3-Methylbutyl (Rolm and Fass) 1,70 L,87 122 0.78 (-8ow
Cs5 Alcohol (Symth.) 1.75 4,76 - 0.745 {-108
Bexyl (Hardesty) 1.77 5.53 7 0.83 +30*
Ischexyl 1.98 5.68 -- 0.729 -5k
2-Bthylbatyl 1.77 5.35 - 0.799 (-98
n-Octyl 2.85 8.75 187 0.652 +39
2-Fthylhexyl 2.26 7.83 109 0.783 ¢~108
. (Ohdo Apex) 2.35 g.n(® s 0.1 <-8or
lu, n-Octyl + lm. 2-Rthylhexyl 2.52 8.50 139 0.734 -1l
im, n-Octyl + lm. Leuna Alcohol (329-392°F.) 2.66 9.33 135 0.737 -20
€g-Cy 0xo (Ruhrchemie Cracked Olefins) 2.90 10.1 155 0.703 -9
Cg Oxo (Ditecbutylens) 3.21 12.7 136 0.728 {98
* ¢ lm. C2H4O 4.30 18.3 165 0.678 -85
Cg Ozo + 2m. CoHNO 5.7% 27.% 154 0.640 -12
" shm, " 7.72 L0.9 17 0.622 -62
L 10.0 sh.,2 pIE:} 0.581 -36
C9~C1p (Durtectmid) 3.52 12.6 180 0. -15
C19-Cyy Oxo {Ruhrchemie Cracked Olefins) 3.38 13.1 151 0.705 +36
€g-C10 Oxo + C3-Cy; Oxo0 {Ruhrchemie Cracked Olefins) 3.18 1.8 153 0.705 +16
n-Dodecyl .53 12,4 (122°F.) -- 0.632 97
€13 Oxo (Triiscbutylens) 6,31 u2.7 105 0.736 -56
1m, C)3 Oxo (Triiscbutylens) + lm, 2-Ethylbutyl 3.5 .7 10 0.760 -80
C11-C1y Oxo (Ruhrchemie Olefins) 4,46 18.8 170 0.666 55
€11-C) Oxo (Rubhrchemio Olefins) + lm. Leuna Alcohol (356-482)  4.38 19.2 159 0.685 -6
€13 Oxo (Ruhrchemie Olofins) 4.90 21.3 166 0,654 +68
C13 0xo (Buhrchemie Olefins) + lm. Leuna Alcohol (356-482) bob7 19.8 161 0,680 41
€16 Oxo (Ruhrchemie Olefins) 6.62 21,1 (122*F.) -~  0.k88 (122°F.) 4122
C16 Oxo (Rubrchemie Olefins) + 1lm. Leuna Alcohol (356-482) 5.34 25.3 153 0.666 +712
i 7.07 33.4 158 0.605 +90
C17 Oxo (Tetraiscbutylens) 6.38 18.6 an 0.767 -2
C17 Oxo (Tetralsobutylens) + lm. 2-Ethylbutyl bk 23.3 1k 0.743 -9
Leuns. Alcobol (28M-320) Half EKster + Leuna Alcohol + 5.6mC3HgO .41 20.6 1kk 0.505 -83
Leuna Alcohol (28k-329) 2. 6.90 115 0.778 €-108
» " (284-356) 2.2 7.86 102 0.791 £-98
. " (28k-392) 2.46 B.39 131 0747 -105
- ®  (28x-h82) 2.59 8,92 138 0.734 (98
. " (320-356) 2.39 8.04 130 0.759 <-98
* *  (320-392) + Synol (320-608) (30%) 2.37 8.2 110 0.778 -7
- . - - - * = (208) 2.4y 8.71 JE1Y 0.770 -6
. . -« - - " (10%) 2.48 3.4% 153 0.7hk4 80
- hd .- - - " (%) 2.50 8.6 137 0.738 {-98
- " (329-392) 2,70 10.0 122 0.753 -9%
- *  (329-482) 2.93 1.4 12 0.748 -92
- " (356-482) 3.65 16,4 122 0,741 -92
" " "%+ . Comvo L 20.6 125 0.734 -78
” N " o+ 2w, Comuo 5.96 24.6 bUSY 0.696 -Th
b " ® %+ 3m Cogo 6.16 32,7 b1 0.670 -69
. ~ * ¥ 4 Sypol (320-608) (5%) 3.30 .0 19 0.749 -92
- " (37h-W82) 3.91 18.0 129 0.732 -81
b b {392-482) 4,33 21.6 pr- 0.732 -83
Gelbsl Oxo Alcobol (320-392) 3.50 12,7 163 0.688 -2h
- - ®  (320-572) 2,75 9.25 156 0.703 (-98
. . *  (360-Lk6) 3.23 12,3 8 0.711 -98
. ¢ " (392-572) 3.59 1%.9 w3 0.716 =51
(o) 246 Cs./-40
(b) 798 Ce./-40
* Melting Point
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vanz! 20°C.
1.0

Specific

0.952

0.914
0.918

0.907
0.922

0.905

0.917
Solid
0.910
3olid
Solid

0.904
0.922
0.962
0.937

0.934
0.933
0.933
0.927
0.923

0.945

0.92h
0.932
0.930

0.930
0.959
0,972
0.991
0.926

0.932
0.930
0,926
0.932
0.932
0.931

¥lash
Point, °F.
25
280
338
325

355

329
335

372
361
h19
k19
315

ko5
uoé
L19
(3%
419

L6k




TABLIE 5

SUBSTITUTED ADIPATES

Ref. Alcohol Acid
{10) n-Octyl Alpha-Methyl Adipic
{10) n-Dodecanol "
(10) Leuna Alcohol (28k-356) -
(10) " " (284-392) *
(10) " " (356-482) "
{10) Isobutanol Bsta-Methyl Adipic
(10) Iscbutanol + 1m.CoH) 0 .
(10) Isobutanol + 2m.CoH,0 -
(10) Isobutanol + km.CoH),0 "
(10) Isobutanol + 6:.023,‘0 hd
(10) 2-Ethylbutanol "
(10) Cyclohexanol -
(10) 3 and k-Methylcyclohexanol "
{(10) n-Octanol d
(10) 2-Ethylhexanol "
(10) €8-Cy Oxo (Ruhrchemie C7-Cg Cracked Olefins) -
(10) C9 Oxo (Ditsobutylsne) "
(10) * s 1f2 m. SoERO "
{10) " lm » M
(10) . 2m., " "
{10) h Xm, " -
(10) . bm, " "
(10) - 5m. " "
(10) * 7.5m, " "
(10) C9-C1p Oxo {Duftschmid) *
(10) C3p-c,, Oxo (Ruhrchemle Cg-Cyy Cracked Olefins) .
(10} Clp-C15 + Cg-Cio Oxo (Ruhrchemie Cracked Olafins) "
{10) €33-Cy;, Oxo (Ruhrchemie) -
(10) n-Dodecyl .
(10) C13 Oxo (Ruhrchemis) + lm, Leuna Alcohol (356-h82) "
(10) " * » + lm. 2-Ethylbutanol "
(10) €)6 Oxo (Ruhrchemis) "
{10} * ~ " + Leuna Alcohol (356-482) o
(10) Cy7 Oxo (Tetraisobutylsne) “
(10) Leuns Alcohol (28k-320) -
(10) " " (284-320) + 5.6m. C3HE0 “
(10) " " (284-392) "
(10) h " (320-392) "
(10) . " (356-482) "
(10) " » (356-482) + lm. CoHLO “
(10) " " (356-482) + 2m. " .
(lo) " " L +* 3“' ~ L]
(10) " " . + L% Synol (Cgy-Cyz) "
(1)  * " (520-392) + 304 Synol (330-838) -
{10) " " " s 204 " " "
(lo) L] " " + l“ - " -
(10) " " " PR " "
(10) synol (363-399) v
(10) Gelbol Oxo Alcohol (320-392) "
(10) " " " (320-572} "
(10) - - " (360-446) -
(0 " " (392-572) -
(10) Cg Oxo (Diisobutylens) Dimethyl Adipic
(10) *° " + lm. CoHO .
(10) Leuna Alcohol (356-392) -
(12) 2-Ethylhsxanol A-tert Butyl Adipic
(12) " /5 -tert Octyl Adipic
{10) Hexanol 3, u-Dicarboxy Adipic
# Melting Point.
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Viscosity,
Cs. @ °F.

210
2,66

o2
o3
3
07

Fon s
AN ®
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3.09
9.03
8.37

100
9.33
17.3
8.65

20.3
4.6

10.8
17.9
34,2
k2.7

10.6

k.2

57.9

V.I.
137
177
97
97
104

124
162
153
155

118
139
1k9
152
157

151
151
16
1ks5
179

160
161

165
W3

113
153
26
81

109

134

103
121

w3
140
116
139
9h

102

135
kb

132
122
135
133
8

55
68
121

AI™

Slope
210/100
0.73
0.660
0.79%
0.79%
0.759

0.901
0.747
0.685
0.62k

0.577

0.784
0.791

Pour
Pt., K.
28
+61
£{-98
(-98
76

{-98
-90
-76
&7
+9

<-98
-58
-51
-33
<-98

-69
-94
-6
-76
-67

-65
-53
~7L
b5
-53

~33
-56
-13
+50
=271

-72
b1
-13
-2
(&

69
<-98
(98

-

-6
-7
b2
-2
=71

-98
-78
-94
94
-82

-90
-76
-90
76
-11
<-70%

€-70*
-24

Specific Flash

Gr./20°C. Pt., °F,
0.927 W08
0.913 uL8
0.94k 358
0.945 356
0.933 385
0,914 320
0.983 387
1,020 k59
1,081 ()
1,054 500
0.943 374
1.025 388
0.993 397
0.920 [T5%
0.910 (513
0.921 Lol
0.916 403
0.973 ko6
0.950 405
0.974 ks5
0.988 Lu2
0.998 b3
1.001 L35
1,011 L6k
0.911 6
0.909 sy
0.916 430
0,906 hy2
0.598 héh
0.910 Loé
0.915 381
0.89% 536
0.915 473
0.908 360
0.951 37h
0.978 (133
0.926 365
0.928 338
0.913 387
0.955 b1y
0.980 396
1,004 hoh
0.543 419
0.945 319
0.942 356
0.945 396
0.926 365
0.922 L10
0.929 392
0.933 410
0.928 b1s
0.932 uzy
0.916 392
0.948 Ls3
0.932 h3s
1,084 .-
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TABIE 7

SEBACATES

Viscosity, Ce. @ °F.
. Alcohol 210 100 -k0
595 Mothyl (Rolm and Haas) 1.39 3.71 =
(9) Butyl (Rohm and Haas) 2.10 6.10 -
(10) Putyl 2.09 6.02 --
(9) Isobutyl 2.22 7.02 -
(12) Isobutyl 2.22 7.02 -
(9) Sec-Butyl (Rolm and Haas) -- 6.21 308
{12) Bec-Butyl 2.06 6.2 303
(9) 1/3 Each: Butyl, n-Amyl, 2-Ethylhexyl -- - --
(9) 1-Methylbutyl (Rohm and Baas) -- 7.25 473
(9) 2-Mothylbutyl (Rohm and Haas) 2.48 8.00 -~
sg n-Amyl (Rohm and Haas) 2.38 7.3 -
9 Dibutyl (50%) + Di-n-Amyl {50%) -- -- --
(9,12) Sec-Amyl (Plexol 202) (Rokm and Haas) 2.27 7.42 498
(9) Mixed 8ec-Amyl (Rohm and Haas) 2.25 7.30 483
(9 Pentasol 2.45 7.88 -
(9) Butyl, benzyl (Hardesty) 2.88 9.82 --
(9) 1, 3-Dimethylbutyl (Rohm and Haas) -- 9.29 1210
(12) 1, 3-Dimsthylbutyl 2.64 9.24 1500
(9) 2-Ethylbutyl (Rohm and Haas) 2.70 9.10 --
(12) 2-Ethylbutyl 2.70 9.10 --
(9) 2-Mothylpsntyl -- 10.8 55
(9) Hexyl (Hardesty) 2.64 9.34 1200
(9) Boptyl 3.25 11.3 --
(9) 1-Methylhexyl (Rohm and Haas) -- 10.8 1130
(9) Capryl, benzyl (Bardesty) 3.17 11.9 --
(9 Capryl 3.35 13.0 --
(12)  Octyl 3.56 12.7 --
(9) 2-Fthylhexyl (Rolm and Haas) 3.28 12.3 1400
(10) 2-Ethylhexyl 3.30 12.2 -~

9) 2-Fthylhexyl Sebacate (80%) + n-Amyl Sebacate (20%)

\9) 2-Ethylhexyl Sebacate (90%) + n-Amyl Sebacate (10%) - --
(9) 2-Kthylhexyl Sebacate (95%) + n-Amyl Sebacate (5%4) -- --

(12) Isooctyl (0Oxo)
(%) Isononyl {Oxo)
(9) A Vethoxyethyl

(9) ~Ethoxye thyl

(9) Butoxyethyl (Hardesty)
(10)  Leuna Alcohol (356-482°F.)

L] L] [

WADC TR 53-88

3.83 15.5 220(¢°)

k.6 18.9
2.47 8.75
2.79 9.91
3.02 10.8
L.L5 20.7

+ 2m. C2H\0 8.96 50.6

+ km. CoHLO 11.3 79.9(122°)

# Slope for widest tempsrature range

for which viscosities are reported.

**  Pour Point.

19

106

155

137
137

1L0

150

157

- 129

131
149

160

136
152
152

132
174

1L8
145
183

125

163

119

142
161
146
143

ASTM
Slope Melting Flash
210/ Point. Pt.,
100°F. °F. °F.
0.82 +75 -
0.70 +25 385
0.70 Onx 385
0.72 +25 340
0.7k -10 .-
0.75% <50 350
o.78  &70 --
— +15 -
0.75% <£100 35
0.70 -35 390
0.69 +30 380
-- +20 --
0.75 &£100 370
0.7k &100 410
0.70 -30 385
0.69 +35 38C
0.78% © --
o.7h &0 --
0.71 -10 385
0.71 -ko --
0.7l  -35 385
0.74 o] 400
C.66 +60 %-53
0.73*% -15 --
0.70 +35 335
0.70 +5 --
0.66 +72 --
0.70 <55 Lo
0.69  &98%x L5
- 0 -
- _25 -
- - 35 -
0.69 -3 --
0.64 -30 --
0.75 +35 405
0.71 25 385
0.70 +S 340
0.70 =Gl L69
0.61 Y i 534
0.80%  +7onx 191

Fire

430
115

100

u2s
450

e
125

125
435

460
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TABIE 13
 MONO-ESTERS
ASTM Specific
Vis. ¢s. @ °F. Slope Pour  Gravity/ Flash
Bef. Acld Alcohol 210 100 V.I. 210-100°F. Pt., *F. _ 20°C.  Pt., °F,
{10) n-Hexsnoic n-Butanol 0.75 1.28 -- 0.69 98 -~ 190
(10) Isohexanoic n-Butanol +2m. CoHLO 1.79 L.82 -- 0.73 <108 0.9k2 334
{9) Isobutyric Lauryl Cellosolve 1.81 4.86 -- 0.72 +10 - -
(10) n-Octanoic 2,2,4 - Trimethylpentanone-3-ol-1 2.4 B.95 109 0.78 <98 0.910 363
(11) 2-Bthylhexanoic 2-Ethylhexanol +im. C3HgO 3.02 12.0 121 0.70 - - -
(10) Lewna Acid (320-356) Cg Ox0 (diiaabutylcne? 1.66 L4.66 -- 0.8 <98 0.870 288
(10) Leuna Acia (392-482) n-Butanol +9m. CoHN0 5.32 23.7 163 0.65 +9 1.012 887
(10) M " " - +16m. CpHLO 10.2 62.2 138 0.61 +48 1.045 518
{10) " " " " +16m. CoH,O +im. C3HG0 7.09 33.6 158 0.61 -67 1.009 Lok
() =~ " Cyclohezanol 1.5% 5.30 -- 0.93 <105 0.917 302
(0 =~ =~ -~ -" Leuna Alcohol (284-320) +1lim, C2BL0 9.16 5.5 154 0.57 +18 1.029 ko
10 oo M " v (356-482) 2.84 12.0 92 0. -8 0.891 iy
im - " " b " " +m. CoHR0 3. 15.9 ?36 0}3 -8? 0.927 13;6;
{10) " - " " " " +10m, CoELO 8.9 43,0 152 0.59 +41 1.020 %78
(10) - " " " " " +20m. " 12,0 69.0 15 0.57 +£8 1,084 487
() -~ " - " " " +30m. " 22,7 127.5 145 0.48 +73 - 550
(10) Laurfc Acld " - " o, " b.60 20.6 158 0.68 48 0.946 u2)
(10) Leuna Actd (392-482) Cg Oxo (Diigobutylene) 1.7 5.3% -- 0.89 &9 0.866 311
tm M - " +l0m. CpHO 5.69 29.1 14k 0.68 -3 0.993 k91
10 " " " +l6m. " 7.57 3.0 155 0.50 +17 1.006 491
(10) " M v 420m. " k.0 76.2 148 0.53 +80 - 536
(10) " " T #lm. " #3m. C3BgO 7.51 35.5 156 0.60 -58 0.99%6 482
(10) " " Cg-Cyp Oz0 (Duftschmid) 1.84 5.8% -- 0.81 &9 0.866 345
410) - " €13 Oxo (Triisobutylene) 3.16 1.k 87 0.79 -78 0.87% 345
(10) " " €17 Oxo (Tetroiscbutylene) 3.50 17.9 69 0.80 -36 0.879 338
(12) Steartc © Butyl 2.3 6.7 169 0.8 +65 - .
(12) Oletc Butyl 2.3 6.2 191 0.65 -25 - .-
(10) Oleic 2-Ethylhexanol 2.75 9.03 163 0.69 -89 0.867 432
(12) Ricinoleic 2-Ethylhexanol 5.453 k.7 160 0.65 -- -- .-
(12) " Undecyl 6.26 35.3 133 0.68 - - ae
(9)  Acetyl Ricinoleic Methoxyethyl 3.96 17.6 143 0.71 <-100 - 425
{11) 2-Sthylbutyryl ricinoleic 2-Ethylhexanol 3.85 15.3 168 0.69 - -- -
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TABLE 22

ESTERS CONTAINING RING STRUCTURES

Viscosity, Ce. @ °F.

Ref. Compound 21C_ 100 -10
(9) Methyl Phthalate (Carbide and Carbon) 1.68 6.90 --
(12) Ethyl Phthalate 1.73 6.2 121(9°)
(9)  Allyl Fhthalate (Ohio-Apex) 1.71 5.9 995
(9) Butyl Phthalate (B.F.Goodrich) 2.2k 0.13 2250
(12) Butyl Phthalate 2.31 9.71 202(0°)
(9) Amy)l Phthalate (Commercial Solvents) -- 1.5 578(0°)
(9) n-Hexyl Phthalate (Carblde and Carbon) 2.92 13.5 --
($) Hexyl Phthalate (Bardesty) 3.2k 20.9 -
(9) Capryl Phthalate Lk,12 26.8 31800
(12) Capryl Fhthalate b2 27.1 --
(9) Capryl, butyl Phthalate (Rohm and Haas) k.02 25.9 -
($) 2-Ethylhexyl Fhthalate (Ohio-Apex) k.26 29.7 2160(0°)
(10) 2-Ethylhexyl Fhthalate (Chio-Apex) £.0h 38.8 --
(12) Octyl Phthalate 4,30 29.3 2800(0°)
(9) Methoxyethyl Phthalate (Ohio-Apex) 3.0k 17.1 --
(12) Methoxyethyl Phthelate 2.8  1k4.9 --
(11) Ethoxyethyl Phthalate 2.99 16.6 -~
(9) Butoxyethyl Phthalate 3.21 16.h --
(12) Butyl, Dilsobutylphénoxyethyl phthalate 5.60 63.2 30000(0°)
(10) Leuna Alcohol (280-329) 3.92 27.6 --
(10) Leuna Alcohol (229-482) 7.08 717.7 --
(0) Leuna Alcohol (392-u482) 7.3h 89.2 --
(9) Butyl Isophthalate (Genesee Research) 2.51 11.1 --
(9) 2-Ethylhexyl Isophthalate (Genesee Research) 4.80 35.2 --
(9)  Butyl Terephthalate (Genesee Research) 2.43 9.86 --

(9) 2-Ethylhexyl Terephthalate (Geneses Research) L4.97 33.9 --
(9) 2-Ethylhexyl Tetrahydrophthalate 3.37 18.6 --

(12) Butoxyethyl Tetrahydrophthalate

2.80 12.8 6850

(9)  Tributyl glycerol trivhthalate (B.F.Goodrich) L.84 36.0 --
(9) Butyl phthalyl butyl glycolate

(12) 2-Butoxyethyl Carbate(a)

WADC TR 53-88

5

(a)

3.72 23.9 1800(0°)
3.52 18.6 25000

v.I.
-4k
L
43
37

60
-5h

22
32

(o]

Slope for widest temperature range for which

viscosities ere reported.

Pour Foint.

Bicyclo (2.2.1)-2-heptene-5, 6-decarboxylate
(from maleic anhydride + cyclopentadiene).

34

.OOOPO [ N>NeleNol

POOOO

Melting 8pecific Flash
Pt.,  Gravity/ Pt.,
°F. 20°C. °F.
- .- 315
-3 -- 30
0 -- 340
<£-100 -- 240
-31 - -
{100 -- --
-30 - 275
+5 -- 275
-65 -- 310
-65 - 390
&100 - 385
-Gl 0.990 352
<65 - -
-- -- 380
-- - 365
-15 - --
-67%e 1.007 387
- 36w ©.988 383
-- 0.9771 -~
_lo - -
&65 -- --
+60 .- --
-65 - -
&100 - --
<70 -~ .-
-50 - 365
&35 -- -

Pire
Pt.,

335
360
360
370

370
70
455

4ko
165

415

390
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TABIE 30

COMPLEX ESTERS - ACID CENTER

Almen,

Viacosity ASTM Wts. Carried

ca, @ °F. Slope Pour Flash Grad,
Ref. Dibasic Acid Glycol Acld 210 100 VI _210/100°F Pt., * Pt., °F. Loading
(5) Adipic Fthylene glycel Acetic 1.0 116.3 121 0.631 -15 396 3
(5) " " Acetic 16.1  137.3 122 0.617 0 k50 n
(5) " " Oleic-Acetic 10.3 62.8 139 0.610 +50 h65 4
{5) " " Oleic -- 72.0 -- -- +35 490 6
(5) " " Caprylic - -- -- -- +45 -- —
(10) " " Leuna Cy4 10.49 120.3 70 0.761 -35 340 --
(5) " 1, 3 Propane diol Butyric 9.k2 sk.7 12  0.611 -25 hos N
(5) " 1, 3 Butane diol Acetic 9.33 69.7 118 0.68 -40 455 --
(5) " " Propionic 4,05 17.24 158  0.693 ~T0 275 .
(5) " " Crotonic 485 30.6 81 0.781 =40 330 -
(5) " " Butyric 3.32 13.28 139  0.723 £ -85 295 .
(s} " " Butyric 3.89 15.96 161 0.690 £ -55 285 --
(5) " " Caprylic 4L.08 17.00 165  0.684 -85 375 --
(5) " " Cg Oxo 5.54 29,6 136 0.696 -55 380 -
(5) " " Butyric-Oleic 5.02 20.7 175 0.631 -20 285 -
(5) " " Oleic 6.72 32.4 156 o0.622 -10 335 --
(5) " Pentaglycol Caprylic 5.00 24,7 1h  0.681 <-T0 355 -
(5) " Triethylene glycol Butyric B.24 43.6 148 0.609 £-35 385 3
(5) u " Valeric 6.35 30.0 157 o0.628 <-35 395 3
(5) " " Caprylic 7.49 37.2 152 0.610 <-35 L70 7
(5) " Tetraethylene glycol Butyric 8.29 42,7 150  0.590 <-35 k25 6
(5) " " Butyric 8.68 5.3 148 0.596  (-35 k25 6
(5) " " Valeric 8.k9 L2,5 153 0.588 £-35 435 L
(5) " " Caproic 8.85 44,5 153 0.582 {-35 460 6
(5) " " Caprylic 8.68 43.3 153  0.583 (-35 475 5
()] " Polyethylene glycol 300 Butyric 11.48 62.2 148 0.560 -35 435 5
(5) " " 400 Butyric 11.24 60.4 1kg 0.561 -10 k50 15
(s) " Polypropylene glycol 400  Butyric 8.49 42,5 153 0.588 ¢35 k3s iy
(5) " Thiodiglycol Butyric 6.92 36.15 147 0.640 {-35 -
(5) Adipic-Sebacic Tetraethylene glycol Butyric 7.9 37.8 151 0.614 -k5 375 15
(5) Sebacic 1, 3 - Butane diol Caprylic 5.75 26.1 161  0.635 {-75 385 .-
(5) . Triethylene glycol Butyric 9.7% 49,7 152  0.570 +15 400 5
(s) " " Valeric 8.89 k1.8 158 0.562 +15 410 k¢
(s) " Tetraethylene glycol Acetic 3.4 82,2 1 0.567 {-35 4ho T
(5) - " Acetic 13.1 8.2 1 0.569 {-35 400 5
(5) " » Propionic 9.92 51.8 150 0.573 £-35 415 7
(5) " " Butyric 10.60 54L.6 152 0.559 <{-35 435 5
(s) - " Valeric 1.58 58.8 152  0.542 £-35 Lh5 5
(s) " " Caproic 11,00 56.1 152 0.551 <-35 465 k¢
(5) O=xalic Ethylene glycol Oleic 4.70. 18.9 180 0.637 +10 435 5
(5) Oxalic Polyethylene glycol 400  Acetic 6.30 38.0 12k  0.703 £-35 395 6
(5) Diglycolic 1, 3 - Butane diol Butyric 5.61 37.5 94 0.761 -ko 280 --
(5) - v Cuprylic 4,18 21.7 1105 0.776 -70 370 -
(5) ~Dilinoleic " Caprylic 11.98 Ti.1 142 0.676 -65 390 -
(5) Thio-dipropionic Teiraethylene glycol Butyric T.73 k2.5 144 0.633 -4o 390 15
(5) Thio-dipropionic Thio-diglycol Butyric T.11  37.3 150 0.636 &35 375
(10) Aaipic Trimethylolethane Cg-C7 Leuna 5.3 33.0 110k 0.751 -65 k20 :.L?
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TABIE 31

COMPLEX ESTERS - GLYCOL CENTER

(Glycol has no Ether Oxygen Atoms)

Viscosity, ASTM
cs., @ °F. Slope Pour Flask  Sp. Gr./

Ref. Glycol Acid Alcchol 210 100 V.I. 210/100°F. Pt., °F. Pt., °F. 20°C.
(5) Ethylene glycol Adipic Cg Oxo 5.06 23.7 153 0.673 -30 415

(5) " Adipic ICI Nonyl k.89 23.7 145 0.691 (] 405

(10) " Adipic Leuna (284-356) 4,30 20.1 141 0.712 -8 425 0.992
(3 " Adipic 2-Fthylbexyl 4.2 23.5 148 0.686 -30 420

(5) " Adipic-Sebacic " 7.8 k0.1 143  0.634 -15 425

(5) » Adipic Butyl Carbitol 6.83 3k.4 151 0.632 -40 k35

(6) " Oxalic - 2-Fthylhexyl 2.7+ 11,56 79  0.803 - -

(5) ‘“Trimethylene glycol Adipic n-Butyl 7.70 38.7 152 0.605 -10 390

(5) " " Thio-dipropionic  n-Butyl 5.29 24,7 155 0.663 <-35 385

{(10) Dimethylol propane Adipic Leuna Cg-Cq 8,48 s4.4 130 0.657 -ks 430 1.002
(10) " ] /Z-Methyladipic C31-Cyy Oxo 11.7 8.9 130 o0.622 -25 420 0.963
(10) n " Adipic Leuna ?28!;-356) 5.30 27.9 135 0.702 =70 %00 0.982
(10) Dimethylol pentane Adipic " " 6.9% %0.3 13% 0.670 -65 420 0.989
(10) " " Adipic 2-Ethylhexyl 5.90 32.3 135 0.689 -80 465 0.973
(10) 1, 4 Butane diol Adiplc Leuna (Cg-C;)  7.18 39.7 1kl 0.650 +25 390 1.005
(10) " " Adipic Leuna (2m-§5b) 5.38 26.8 145 0.680 -30 k2o 0.993
(10) n U Adipic 2-Ethylhexyl 5.26 2.7 155 0.655 <15 k48 0.978
(5) 1, 5 Pentane diol Oxalic C1p OX0 6.26 36.6 128 0.695 &-35 385

(6) " " " Sebacic 2-Ethylhexyl 10.77T 59.3 T  0.5Tk - +20 --

(5) 1, 6 Hexane diol Adipic Ccg Oxo 8.0 43.0 151 0.596 +55 425

(5) " " " Sebacic " 10.68 56.3 150 0.56h4 +75 490

(10) . " " Adipic 2-Ethylhexyl 5.86 29.3 145 0.662 -5 415 0.975
(10) " " " Adipic Leuna 6.1% 29.5 154 0.639 -5 400 0.983
(10) " " " Adipic 2-Ethylhexyl 2,92 1.6 115 0.758 -80 bhs5 0.982
(6) 2-Ethylhexape diol-1,6 Sebacic 2-Ethylhexyl 26,12 153.1 142 0.470 +25 -

(5) Thio-diglycol Adipic n-Butyl 6.55 30.8 158 0.6 +25 345

(5) " Adipic Ethyl Cellosolve 5.3k 25.0 155 0.662 ¢-35 385

(10) 1, 6 Methylhexane diol Adipic Teuna (284-356) 7.23 40.2 1kl 0.649 =75 425 0.995
(10) Trimethylolpropane Adipic Leuna (Cg-Cq) 12,6 95.2 125 0.627 -65 100 1.016
(10) " /5 -Methyladipic " " 19.8 210.7 112 0.632 -45 430 1.018
(10) Pentaerythritol Adipic Leuna (284-356) 32.3 310.0 125 0.547 -0 k0O 1.035
(6) " Sebacic 2-Fthylhexanol 53.7 318.8 135 0.ho05 -25 - -
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TABIE 32

COMPLEY ESTERS - GLYCOL CENTER

(Glycol Contains Ether-Oxygen Atoms)

Glycol . Acia Alcohol

Diethylene glycol Adipic n-Buyyl

. - " 2-Ethylhexyl

" " Adipic-Sebacic "

" " Sebacic "

h " " Methyl Carbitol
Triethylene glycol Adipic n-Butyl

" " " 2-Ethylhexyl

" " - "

" " " Cg Oxo

- - " cg oxo

- " Capryl

" " " g Ixo

" " " ICI Nenyl

" " " " B

" N b d Cerbitol

" . Mixed Methyl Adipic 2-Zthylhexyl

" " Adiplc-Sedacic "

" H “ "

" ' Sebacic 2-Methylprooyl

- " L] m—l

" " " 2-Bihylbutyl

" : " 2-Methylamyl
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9.07
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6.k
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0.2

133.7
s8.4
159.0
4¥7.9

72.3
162.7

-Lo y.1.

-- 145

16,126 1Lb

.- 1k7

Temperature
"

-- 146
.- 143
12,420 143
32,u88 147
10,052 156

-- 151
-- 1kl
-- 13t
-- 181
-- 145

== 139

127.

33,976 149
-- 148
-- 148

-- 167
-- 148
-- k2
-- 18
17,908 151

-- 143
- 148

23
- R

-- 1.0
-- 1k5
-- 145
-- 1k
-- 155

-- 1Lk
-- 105
-- 130
-- 131
Solid 1L7
-- 16

-- w2
-- 146
- 11
37,295 1.8
. 154

-- 153
-- b2
-- 118
-- 116
~= 122

- 1L
- 1k
35,708 1h§
-- 140
-- 134

18,223 118
-- 162
-- 149
-- 148
- 150

17,694 150
-- 1k
-- 152
20,36k 19
25,872 118

-- 1.6
- 139
-- 130
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-- 1k
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-- k2
-1

-- 140
-- 1L8
-- 111
-- 151
-- 147
-- 161

Slope
210/

100°F.

0.601

(o34 Ne Nole)

Pour
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-55
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¢35
&60
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-40
-30
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.50
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-
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-50

-15

-io
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-40
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-s6
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+10

_50
+His
+15
+35
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-25
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+25
+10
+20

Flash
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K10
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385
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L35
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RESULTS OF ESTER EVALUATION
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TABLE 43

VISCOSITY-VOLATILITY PROPERTIES OF MONO-,DI-,AND TRIBASIC ACID ESTERS

Vaparb Temp. €
Pressure, Poiling Point, vmoooi 2: z;;c::i:g
0 . sity, a
Viscosity, Cs. 8 °F, Flash m. @ ‘——I‘EJL.I‘Q‘—HA“ s‘co
E 2 . 03510 20 30 _'F. _¥odex®
Material Fioo 1% % &5 Pt.JF. _Loo°r 0.5 1.0 2.0 3.0
Monoesters - o 120 190 212 232 2b5 -102 334
“S-fthyThexyl 2-ethylhexancate Lo 28 2 Egs % w0 26 237 259 212 -116 354
O o rvcthouvet 136 36 wba sai 5 % 2y 252 276 26 (22)  (199)
Tsopropoxyethoxyethyl nim:tunoa:e }.36'3{ 320'91 113-9 S0 3% 3 Sho 262 285 300 97 g-?g
2-Ethylbutoxyethoxyethyl caproate . . - . 217 2 261 14 112
Cg Oxo pelargonate 1.37% 3.549 78.8 258.9 305 60 T 239
245 267 290 306 ~107 397
Cg Oxo decanoate ;’?Eg I;g;g ;;:’(g 22301 g;g ?{ __5 __7 <7 et _22 _53
m e Ly e 460 9.09 b1l  Too viecous 30 2 o8 201 AT 3P0 - 3
Cyq Oxo 3,5,5-trimethylhexanoate 2.%60 9.099 ) ) 33 358 384 00 &8 W52
ci3 oxo c{3’0xoate 3.380 15.65 7228 76500 ] 3 323
Dibasic Acid Diesters 6 8 323 350 370 64 IR
TPig Oxc succinAte 2.329 8.226 1278 10220 350 5 298 323 - -
6 3 26 248 271 294 ~59 3
Di-sec.~hexyl adipate ;gﬁ;‘f 3';912 ggim Sgid ggo 3.5 3> 8 376 304 % i35
Dt butoxyethyl adipate ‘Ste Tioe s31.9 2833 0 6.0 30 325 30 369 80 130
Mono-Cg Oxo mono-2-ethylbutyl adipete 2.27;. Z{'uue ’.59- 2515 368 b 288 31k 32 358 82 uoh
Hono-Clo Oxo moro-n-Suty adipate 2?2 1'513 k56 c;'yst Loo h.2 310 335 364 382 (-92) :56
Mono-Cg Oxo n-hexyl adipate . . i : ‘hz 3 308 ~Th 57
D:—;-eghylhexyl adipate (Flexol A-26) 2,362 8.216 833 k920 395 3.3 3 355 38 o
P (2% 2.6 30 358 390 398 <18
DL-Cp Oxo adipate (Plexol 2uh) 2,794 9.33; igg{ Bvéo & 28 326 % B ko 3 %57
Diisopropo xyethoxyethy. pate . . 0.8 bos 27 -
Di-Cyo Oxo sdipate 3.598 1h.43 295k 2298¢ hso 5 385 - " -
é 0.20 832 45k &7 90 -5
Di-2-ethylbutoxyethoxyethyl sdipate 3523 i#;t 3253 2(1?;3 ﬁg 0.15 W 435 Mo (M) -7 517
Diheptoxyethoxyethyl adipate . . N o . o -
Dicaproxyethoxyethyl adipate vIn 2% Ao s Mo o013 W8 M2 00 520 2 531
Di-Cy3 Oxo adipate . . o RN 7. o -
Dinorlxoxyethoxyethyl adipate 5.76h 29.72 S5Ws0O - ho
6 3 53
Di-2-ethylbutyl azelate {Emery) 2.412 7.764 467.0 2160 365 (4.3) 3}& 338 368 385 -35
Di-2-ethylhexyl ezelate (Emery) 2.9%4 10.78 1132 6260 bop 1.5 302 385 :m :2# :Z; &
Di-2-ethylhexyl azelate 3.000 11.09 1202 6668 415 1.2 367 393 l‘19 l‘,‘32 2 iy
Di-Cg Oxo azelate (Emery) 3.378 12.52 1281 7026 b2y 1.1 367 394 425 ey 0 ot
D1-3,5,5-trimethylhexyl azelate b2kl 17.25 2907 Viscous k00 0.88 385 koS 433 w;( 5! e
D1-Cyg Ox0 mzelate L.345 18.59 3643 25330 k70 0.46 405 k3 héb -5k
Di-sec~amyl sebacate 2.271 7.483 528.0 2970 375 6.4 304 326 353 367 .78 ¥3L
Dicapryl sebscate 3.320 12.96 Cryst. -- k2o 0.90 3716 koS5 432 (-65) 497
pi-2-ethylhexyl scbacate (Plexol 210W) 3.285 12.4%6 1386 7690 k2o 0.78 380 hLoB &k w62 -69 510
D1-Cg Oxo sebacate (Hardesty) 3.772 k.60 1848 Cryst. h1s 0.80 382 408 Lbo 52 -65 505
Di-Cg Oxo sebacate (PX-408) 3.792 14.67 1769 10080 425 0.66 K16 uks 464 -65 510
Di-Cyo Ox0 sebacate k.702 20.83 b191 28860 465 0.3 418 Bso (460} (B0)  -53 513
Di-n-butyl-phthalate 2.286 9.591 2650 - 340 14 270 294 319 335 -52 3N
Dl-2-ethylhexyl phthalate 4.305 130.17 Viscous Solid hoo 1.6 358 382 408 426 -20 428
Tribasic Acid Triesters
Tri-n-butyl aconitate 2.438 9.922 1509 10450 370 7.0 300 327 350 365 -65 k15
Tri-n-hexyl ester of Evanacid 3CS. 3.320 15.h7 3118 35250 460 0.7 387 W1k WML (B62) -52 496
Polyesters R
“Complex Ester B 7.402 38.64 2u620 - 430 3.1 32h 350 382 398 -29 411
complex Ester C 7.780 L0.87 soitd Solid k6o 2.4 3y 362 392 Lo8 (-40) 432
Paraplex AP-52 9.842 58.85 28L60 - - h0  0.53 398 koo [b35) (bh5) 26 A61
Complex Ester A 10.35 53.46 23700 - k65 0.h5 Loh 425 1s0 k62 -30 4%

Complex Ester B: Cg Oxo alcohol-adipic ecid-tripropylene glycol-adipic acid-Cg Oxo alcchol

Complex Ester C: Cg Oxo alcohol-adipic acid-thiodi&lycol-adipic scid-Cg Oxc slcohol

Coaplex Ester A: 2-Ethylhexyl alcchol-sebacic acid-polyglycol 200-sebacic acid-2~ethylhexyl alcohol

4 PBolling point, ‘7. € 2 mm. Hg. minus temperature @ 10000 Co. viscosity = viscosity.volatility index.
Data in parentheses signify decomposition is occurring or s0l1d state exists.
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TABIE 48

PERFORMANCE OF OXIDATION INHIBITORS AT 347°F. IN DI-2-ETHYLHEXYL SEBACATE

(Determined in MIL-L-6387 Corrosion/Oxidation Stability

<  Test at 347°F., modified to allow periodic sampling and
progressive determination of the neutralization number
of the test oll,)

Base Stock: Flexol 201 W (distilled grade)

Inhibitors Concentration Stable Life, Hrs.
(Approx. order of effectivensss) Wt. % (Based on Neut. No. increase)
Phenothlazine 0.5 170
Phenothiazine 0.3 80
Phenothiazine (1) 0.3(1) - 55(1)
Phenothiszine 0.1 32
p-Amino hydrogenated cardinol 0.5 50
N-Acetyl-l-amino-3-pentadecyl phenol 0.5 Lo
N-Butyryl-p-emino phenol 0.5 30
Paranox bil 0.5 30
Santowhite 0.5 2l
Thenyl hydrogquinone 0.5 24
Antioxidant 2246 0.5 24
Zinc DIFS 0.5 (2l
¥,p-Dioctyl-diphenylamine 0.5 <24
Calco MB 0.5 24
Tenamine (Sustane) 0.5 (24
Bis-phenol A 0.5 (24
Goodrite SAR 0.5 <2k
Paranox 56 0.5 <24

(1) Base stock for this blend was plasticizer grade
lsxol 201,
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TABLE 49

OXIDATION STABILITY OF ESTERS AT 347°F. (175°C.)

MIL-1-6387 Corrosion and Oxidation Stability Test at 347°F. modified
to allow removal of sample periodically for acidity determination.

Stable Life, Hours

Material Untreated, Stripped, Distilled,

(Inhibited with 0.3% Phenothiazine, Practical Grade) 0~100% 5-100% 5-95%
D1-Cg Oxo adipate I (Plexol 2kk) k5:45 ko;40 60
Di-Cg Oxo adipate I, Thermally treated @ 392°F., 48 Hrs. - 55 .-
Di-Cg Oxo adipate II (Plexol 2ulk) 85;8s () T2
Di-Cg Oxo adipate II, 5-95%, Charcoal Treated 80
Di-Cg Oxo adipate (PX-208) 30;20 35;20 --
Di-2-ethylhexyl adipate (Flexol A-26) 140;160 115,140 -
Di-capryl adipate (Hardesty) 35 40,20 -
Di-2-ethylbutyl azelate (Plastolein 9050) 35;20 30;20 -
Di-sec-amyl sebacate (Plexol 202) 90 80,75 -
Di—CB Oxo sebacate (PX-L4OB) 35 30320 -
Di-2-ethylhexyl sebacate (Plexol 201) 55;75 70,80 --
Di-2-ethylhexyl sebacate (Plexol 201W) 80;110;70;95;75 -- --
Triethylene glycol di-2-ethylbutyrate (Flexol 3GH) 35 50 --
Triethylene glycol di-2-ethylhexanoate (Flexol 3GO) 70,55 T70;60 -
Dipropylene glycol di-n-octanoate* 95 - --
Tripropylene glycol dicaproate#* 30 - -
Tri-n-hexyl ester of Evanacid 3CS* 25 - -
Tri-n-butyl aconitate < 20 - -

* Lab., Preps; initlally purified by distillation and charcoal treatment.
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TABLE 51

THERMAL STABILITY-STUDIES AT 392°F.

(20-50 ml., Sample Heated in Nitrogen Atmosphere for 48 Hours at 392°F.)

Material

Initial
Neut. No.,
Source ng. KOH[E.

Monoesters
& 0xo n-octanoate
n n

C8 Oxo pelargonate
ca Oxo decanoate

Isopropoxyethoxyethyl n-octanoate
2-Ethylbutoxyethoxyethyl caproate

Dibasic Acid Diesters

Adipates
DE-Cs 0xo0, I (Plexol 2uh)
” fn n

fn

" " " Stripped, 5-100%
" 5-100%

4~
D" ('.'B gxo, II

and Charcoal Treated

Di-Cy Oxo (px-208)
Px-308
Di-C, Oxo (Adipol 10-A)

Di-Z-Ethylhexyl (Flexol A-26)
Flexol A-26, Stripped, 5-100%

Mono-ca 0Oxo-mono~n-hexyl
" " L]

Mono-C, Oxo-mono-n-2-ethylbutyl

Mono-C1g Oxo-mono-n-butyl
Dicapryl
"

Di-C, .Ox0, I
" n s II
" " ,III,Purified

Di-n-butoxyethyl
Dilsopropoxyethoxyethyl
Di-2-ethylbutoxyethoxyethyl
Di~heptoxyethoxyethyl
Dicaproxyethoxyethyl
Dinonoxyethoxyethyl

Sebacates
Di-sec.-amyl (Plexol 202)

Plexol 202, Stripped, 5-100%

Di-sec,-hexyl
Di-2-ethylhexyl (Plexol 201)

Plexol 201, Stripped, 5-100%

Di-2-ethylhexyl (Plexol 201W)

Di-C8 Oxo (px-408)

PX-408, Stripped, 7-100%

(1) Decomposition theoretically possible is assumed
to be complete breakdown to give the stoichio-
metric quantity of original acid.

WADC TR 53-88

" Stripped, 5-100%
" m n pigtilled, 5-95%
" " " n 5_95%
n n n " 5_95% .

Stripped, 5-100%

) Stripped, 5-100%

Lab, Prep. 0,09
n " 0.09
n " 0.68
" " 0.05
" " 1.46
" " 0.18

Rohm and Haas 0.35

" " 0.35

Lab, Prep. 0.25
" " 0.25

Robm and Haas 0.14

Lab, Prep. 0.12
n 1] 0.02
H " 0.02

0,02
" " 0.02

Pitt. Coke & Chem, 0.33
Lab. Prep. 0.93

Hardesty 0.23

Carbide 0.05

Lab, Prep. 0.06

Lab. Prep. 0.45
n " 0.1‘5

Lab. Prep. 0.11

Lab, Prep. 0.10

Hardesty 0.17

Lab. Prep. 0.80

Lab, Prep. 0.04
" " 8.08
" n 0.07

Lab. Prep. 0.17
" " 2.20
" " 0.36
" " 0.22
" " 0.15
" n 0.52

Rohm and Haas 0.06

Lab. Prep. 0.02

Hardesty 0.76

Rohm and Haas 0.10

lab. Prep. 0.15

Rohm and Haas 0.13

Pitt. Coke & Chem. 0.40

1.04

Lab. Prep.

6L

® s o o

CERERS

.OOOUJWN

=\
.

8 &

Deconpo“ gition,
of
og, KOH/gm. Theoretical(l)
0.71
0.59
0.4
0.49
0.50
0.06
0.06
0.08
0.20 0.07
0.09 0,03
0.19 0.06
0.15 0.05
v.21 0.07
0.27 0.09
0.09 0.03
5.43 1.79
1.35 0.4k
1.43 047
0,14 0.05
0.04 0.0l
2.21 0.68
0.99 0.30
0.20 0.06
2.1 0.69
42,0 13,9
40.9 13.5
1.07 0.41
0,20 0.08
0.08 0.03
1.70 0.66
0.33 0.12
0.37 0.16
0.ko 0.19
1.79 0.91
0.4 0.20

op oooroo
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TABIE 52

THERMAL STABILITY STUDIES AT 392°F.

Initial Neut. No. Decomposition,
Neut. No., Increase, % of
Material Source mg. KoH/em. mg. Ko#/gm. Theoretical(l)
Sebacates {Continued)
Di-Cg Oxo, I Hardesty 0.70 1.07 0.451

" " , I, + 0.5% Phenothiazine Lab. Prep. 0.61 1,04 0.40
pi-Ccg Oxo, II Hardesty 0.19 k,69 1.78
Dicapryl Hardesty 0.27 2,68 1.00
Di-C1p Oxo Lab. Prep. 0.06 0.20 0.09

Azelates
Di-Z-ethylbutyl, I, (Plastolein 9050) Emery 0.26 0.63 0.20
" " y I, " " " 0.18 0,66 0.21
"o , I, Stripped, 5-1004 Lab. Prep. 0.14 0.35 0.11
Di-2-ethylhexyl Plastolein (9058) Emery 1.17 0.66 0.24
Other Diesters
Di-Cg 0xo Succinate Lab. Prep. 0.03 0.90 0.27
Di-2-ethylhexyl phthalate Carbide 0,11 0.16 0.06
Glycol Diesters
Pentanediol~l,5 di-2-ethylhexancate Lab. Prep. 0.87 0.19 0.07
2-Ethoxymethyl-2, L-dimethylpentanediol-1,5 dicaproate Lsb. Prep. 0.12 0.86 0.30
Triethyleneglycol di-2-ethylbutanoate (Flexol 3GH) Carbide 0.65 0.31 0.10
Flexol 3 GH, Stripped, 5-100% lab. Prep. 0.20 =0,01 -
t " n, 5-1004 moom 0.20 0.10 0.03
Triethyleneglycol di-2-ethylhexanocate (Flexol 3GO) Carbide 0.59 -0.10 -
" " " (Flexol 3G0) " 0.59 -0.36 -
" " " (Flexol 360) " 0.39 -0.22 -
Flexol 3G0, Stripped, 5-100% Lab. Prep. 0.20 -0,02 --
Polyethylene Glycol di-2-ethylhexanoate (Flexol 4G0) Carbiade 0.27 0.27 0.0
Polyethylene Glycol 200 dibutyrate Lab. Prep. 0.10 2,04 0.62
Polyethylene Glycol 200 dicaproate " " 0.17 0.41 0.14
Polyethylene Glycol 200 mono-2-ethylbutyrate monocaproate " " 0.09 0.16 0.06
Dipropylene glycol di-2-ethylhexanoate 0.5k 2.k2 0.83
" " " " " 0.54 «0,07 .-
Dipropylene glycol di-n-octanocate Y " 0.08 0.3k 0.12
" " " " " 0.08 0.27 0.09
Tripropylene glycol dicaproate " " 0.13 0.23 0.08
" " " " " 0.13 -0,02 -
n " n " 0.13 0.57 0.20
Tripropylene glycol di-n-octanoate " " o.ko -0,10 -
" " n " " 0.1&0 _0.18 -
n " n " " 0.k0 -0.08 -
n " dipelargonate " " 0.29 0.27 0.11
Tripropylene glycol di-2-ethylhexanocate " " 0.28 1.57 0.62
” " " " n 0.28 -0,01 -
" " " LI 0.28 0.45 0.18
Other Esters

Trimethylolpropane tri-n-octanoate " " 0.0k 0.09 0.03

Trimethylolpropane mono-2-ethylbutyrate dicaproate " " 0.46 =0.17 -
Pentaerythritol tetracaproate " " 0.05 0.05 0.01
Pentaerythritol di-2-ethylbutyrate dicaproate " " 0.16 0.01 0.0
Tri-2-ethylhexyl ester of 3CS Acid(R) " n 0.44 1.96 0.31
Tri-n-hexyl ester of 3CS. Acid(2) " " 0.42 1,41 047
0.18 2.69 145

Complex ester C

(2) 3CS Acid is nooccaeca(coon) S CH,,COOH
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IS

TABLE 55

EFFECT OF OPERATING CONDITIONS OF FAILURE LOAD IN SAE MACHINE

After Run~-In Period

Automtic Continuous Loading at 78 Lbs. per Second (4680 Lbs. per Minute

Timken Test Cups No. T-48651, Batches "B" and *C"
Room Temp. (75-80°F.) at Start of Test

Shaft Run-In
Speed Speed Minutes @ Fallure load, Ibs.
Ratio RPM Ibse. Load Iubricant Individual Runs Average
3.9 530 1€ 200 EAO-100 3800; 3860; 3960; 4000 3905
Syn. A-12  3200; 3350; 3450; 3550 3388
PRL-3161 3300; 3400; 3460; 3540 3425
Syn. C 3550
3.9 750 1/2@ 200 Syn. C 2070
3.9 750 1@ 200 EAQ-100 2400; 2460 2430
PRL-3161 2100; 2270 2185
3.9 750 5 @ 200 EAO-100 2450
Syn. C 1550; 1800 1675
Syn., 1-B 2100; 2200 2150
3.9 750 1@ 200 EAO-100 1950
and Syn. C 500
5 @ 500 Syn. B-1% 1200
syn, 1-B 1000; 1300; 3300 1200
3.9 750 1@ 200 Syn. C 600; 600 600
2@ 400 Syn. B-1% 600
and Syn. 1-B 600; 600 600
2 @ 600
3.9 750 5@ 200 EA0-100 1500; 1760 1630
and Syn. A-12 1050
2@ 400 Syn. C 1750
Syn. B-14% 71700 (Incipient Scuffing at 1700)
Syn. 1-B 71200 (Inciplent Scuffing at 1200)
3.9 750 10 @ 200 EA0-100 1920; 2150 2035
and Syn. 1-B 1520
2@ 400
3.9 1000 1 @ 200 EA0-100 1500; 1570 1535
Syn. A-12  800; 910; 950; 1000; 1000 932
PRL-3161 1000; 1040 1020
Syn. C 920; 1040 980
Syn. B-1% 1050; 1050; 1050; 1150 1075
3.9 1000 2 @ 200 Syn. A-12 800; 850; 850 833
3.k 1000 2@ 50 EA0-100 1550
68
WADC TR 53-88



TABLIE 56

EFFECT F OPERATING CONDITIONS ON FAILURE IOCAD IN SAE MACHINE

Timken Test Cups No. T-48651, Batches "B" and *C"
Room Temp. (75-80°F.) at Start of Test

Shaft Run-In Stepwlse Manual Loading
Speed Speed Minutes @ 1Ibs. Increase Average Rate Failure Load*
Ratio RPM Ibs. load at Intervels of Ibs./Min.  Lubricant Ibs.
3.9 750 2@ 200 50 ea, 2 min, 25 EA0-100 k50
100 ea, 2 min. 50 EA0-100 600
100 ea, 1 min. 100 EAO-100 700
3.9 1000 1@ 200 100 ea. 1 min, 100 EAO-100 600
100 ea, 1 min. 100 Syn. B-14 600
3.9 1000 1@ 200 100 ea. 30 sec. 200 FAO-100 700
3.9 1000 2@ 200 50 ea. 30 sec. 100 Syn. B-15 500
3.9 1000 2@ 200 100 ea. 30 sec. 200 Syn. B-15 700
" »om " PRL-3161 700
" "o " Syn. A-12 koo
” " L) » Sy'n. 2.0 200
3.9 1000 5@ 200 50 ea. 1 min. 50 Syn. B-15 koo
100 ea. 30 sec. 200 Syn. B-15 T00
50 ea, 10 sec, 300 Syn. B-15 550
200 ea. 30 sec. hon Syn. B-15 8oo
4.6 1000 2@ 50 50 ea. 10 sec. 300 EAO-100 200

WADC TR 53-88

* Individual determinations.
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TABIE 57

LUBRICATION STUDIES IN L4-BALL E.P. TESTER

(1800 RPM for 1 Minute at Room Temperature)

Viscosity, Applied Loed, Kg.
Cs. @ ‘F. No Delay

Material 210 100 Selzure Weld

Refined Mineral 01l (dietillate) (A) 1.2 3.1 30 90
" ” " " (B) 3.1 15.3 35 90

" " » " (c) 5.7 44.3 30 90

" " » " (D) 9.8 112 35 90

" " ) " ®) 4.1 195 35 95
Cg Oxo-n-octancate 1.3 3.45 45 100
Di-Cg Oxo Adipate (Plexol 24k) 2.83 10.1 45 95
Di-Cjy0 Oxo Adipate 3.60 1.4 50 90
Di-C;3 Oxo Adipate 5.61 30.9 50 100
Di-2-ethylhexyl Sebacate (Plexol 201) 3.36 10.8 55 100
Containing 2.5 wt. % Acryloid HF-825 4,55 17.7 55 110

» 5.0 wt. % " " . 6.11 23.9 55 114

" 7.5 wt. % " "o 7.9% 31.7 55 110

" 10.0 wt. % " L 10.10 41.0 55 110
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TABIE 58

LUBRICATION STUDIES IN 4-BALL E.P. TESTER

Material

Di-2-ethylhexyl sebacate (Plexol 201)
Di-Cg Oxo sebacate (PX-408)

M-Cyp Oxo adipate
Di-Cg Oxo succinate

D1 -2-ethylbutoxyethoxyethyl adipate

Tripropylene glycol di-caproate

Polyglycol 200-mono-2-ethylbutyrate-mono-caproate
UCON IB-TOX

Tri-n-butyl aconitate
Hercoflex 600
Camplex Ester A

Tri -2-ethylhexyl ester of Evanacid 3¢S (1)
Tri-n-hexyl ester of Evanacid 3CS

LA " - " " , 95% Plexol 244
20’, L] " A " " , 80’7 ” L
50% " " " b " R 50’, ® "

2 3

WADC TR 53-88 71

(1800 RPM for 1 Minute at Room Temperature)

Applied loed, Kg.

No Delay
Selzure

22
25

65

(1) Evanacid 3CS 1s HOOC-CH,-CH(COOH)S-CH,-COOH

Weld

100
100

90
%

100
9
100

9

9
100
140

160
160
105
125
145
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TABIE 60

PROPERTIES OF DI-CS OXO ADIPATE (PLEXOL 2kk)

Effect of Refinement

5-95% Heart Cut

Treating Methods Employed 5% Removed 5-95% Heart Cut From Distillation
on Plasticizer Grade by Vacuum From Vacuum Treated With
41-C8 Oxo Adipate (Plexol 2hk) Hone Stripping Distillation Animal Charcoal
rties
Eﬂmam Ization No., mg. KOH/gm. 0.1k 0.12 0.02 0.02
Viscosity, cs. @ 210°F. 2.824 2.825 2.824 2.818
" " 100°F. 10.11 10.08 10.09 10,02
" " -40°F. 1075 1085 1131 1070
" " -65°F. €725 6800 6750 6725
ASTM Slope, 210/100°F. 0.724 0.722 0.723 0.720
. » , 210/-40°F. 0.736 0.735 0.739 0.735
Viscosity Index 142 143 142 14y
Hardiman & Niesan V.I. 151 151 151 152
Flash Point, °F. 380(1) 400 415 410(1)
Tire Point, °F. ks50(1) k70 460 450
Vepor Pressure at 4OO°F., mm. 2,7(1) 2.9 3.0 2.6
Viscosity/Volatility Index 458 s hs2 461
Pour Point, °F. 15 <-75 <415 &4-75
Melting Point, °F. wne(2) wnc(2) wne (2) wnc(2)
Clowd Point, °F. <-80 -h2 <£-70 -34
Oxidation Stability at 3W7°F.
Stable Life, Hrs. 8s(1) 75 72 80
Neut. No. Increase After 48 Hrs. 0.86(1) 0.68 0.57 0.59
Thermal Stability at 392°F.
Feut. No. increase 0.13(1) 0.19 0.19(1) o.18(lg
Decomposition, % 0.05(1) 0.06 0.06(1) 0.06(1

(1) Average of more than one determination.

{2) Would not crystallize after 15 hrs. at -94°F,
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FIGURE 3
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FIGURE 9
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FIGURE X0
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FIGURE 13
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FIGURE 1

EVAPORATION OF SYNTHETIC ESTERS
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FIGURE 15
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FIGURE 16
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FIGURE a7
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FIGURE 18
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I. DISCUSSION

Evaluation of materiels suitable as synthetic lubricants has
continued along the lines pursued during the first year's work under
this contract. Data on several of the important lubricant properties
have been expanded and are discussed in the following sections. As in
the past, materials for evaluation which could not be procured from
commercial suppliers were synthesized in the laboratory. Details of
this phase of the work are not presented, since the laboratory prepara-
tion and treatment of esters has been discussed generally in previous
reports,

A. Viscosity and Volatility Studies

The viscosity of & material at low temperatures and its vola-
tility at high temperatures may, for some applications, determine the
operating temperature range of this material as a lubricant., Mineral
oils do not have particularly good viscosity-volatility properties. In
this and several other respects, they do not meet the severe lubrication
requirements of high power-output aircraft turbo-engines, Consequently,
emphasis has shifted to synthetic lubricants for such applications,
Because of its importance, the viscosity-volatility concept has received
considerable attention in these synthetic lubrlcant studies,.

Flash point determinations are subject to certain errors but
are useful 1n describing approximate volatility levels, Flash point is
likely to reflect the presence of a small quantity of volatile contami-
nant rather than the volatility of the lubricant itself, This point is
illustrated in Appendix II Figure 5, which has been revised from earlier
reports, The correlation of vapor pressure and flash point for the esters
studied in this work gives some badly scattered points. This is improved,
however, if we distinguish between materials procured commercially and
those prepared in the laboratory. The esters prepared in the laboratory
are distilled, so the volatile impurities are essentially removed, Esters
sold as plasticizers undoubtedly do not receive this careful treatment.
The difference between a distilled and a commercial ester does not appear
in vapor pressure results, since the method used is designed to eliminate
the effect of volatile impurities, However, the difference does show up
in flaesh point determinations, The effect of these impurities has been
confirmed for one commercial ester. Distillation of Plexol 244 (di-Cg
Oxo adipate) caused a significant increase in flash point but did not
change the vapor pressure, This will be discussed further in Section
I —E, It is this effect which causes the experimental data in Figure 5
to fit two distinct lines better than a single line, There is still con-
slderable scattering of the points, This is believed to be largely due to
the inherent inaccuracies of flash polnt determinations,
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The vapor pressure data have been expanded to cover & number
of additional esters, The vapor pressure-temperature relationships for
these materials are plotted in the manmner described in earlier reports
in Appendix II Figures 9, 10, 11, & 12, A full description of the vapor
pressure apparatus and method used is presented in Appendix ITIA, As
mentioned previously, an important feature of this method is the distilling
off of an initial portion of the sample to avoid errors due to volatile
contaninants, This method may also lend itself to determination of the
thermal stability of the sample, The vapor pressure-temperature lines in
Figures 9,10, 11, & 12 eare extrapolated as straight lines. However, in
the several cases shown where data have been obtained at high temperatures,
the lines curve upwerd indicating thermal bresk-down to more volatile
materials, More data over an extended temperature range are necessary be-
tore this test can be relied on as an indication of thermal stability.

Of interest in Figure 9 are the vapor pressure data on Complex
Ester B, As described in previous reports, this material was prepared
in the laboratory to give the structure --

(Cg Oxo alcohol)(adipic acid)(tripropylene glycol)
(adipic acid)(Cg Oxo alcohol).

Vepor pressure data were also reported previously for a similar material,
Complex Ester A, having a Polyethylene Glycol 200 center esterified with
sebacic acid and terminated with 2-ethylhexanol, The vapor pressuresof
these complex esters are higher than would be predicted for molecules of
this size., These results tend to confirm the suspicion that "complex
esters"”, even when carefully synthesized in the laboratory, may be ex-
pected to contain major amounts of side-reaction products, The data summa-
rized below indicate that the simple diester of the dibasic acid involved
is likely to be formed and have considerable effect on the vapor pressure
of the "complex ester".

Kumber of Vapor Pressure,
Material Carbon Atoms mm, @ LOO°F.
Complex Ester A N 0.45
Di-2-ethylhexyl sebacate 26 0.78
Complex Ester B 37 3.1
Di-Cg Oxo adipate 22 3.0

The viscosity-volatility properties of synthetic lubricants
can be described conveniently with reference to an arbitrarily chosen
index, used in previous work under this contract, The viscosity-volatility
index is defined as the difference between the boiling point of the material
at 2 mm, vapor pressure and the temperature at which it will thicken to
10,000 cs, viscosity., This temperature difference may have some practical
significance as an indication of the acceptable operating temperature range
possible with the lubricant. It has, however, an important shortcoming.
Viscosity-volatility, as described by this temperature difference,

WADC TR 53-88 103




varies appreciably with viscosity, as shown in previous reports. Com-
parisons involving this index must therefore be made with some common
viscosity level in mind.

Viscosity-volatility is one of the major properties in which
ester lubricants have been shown to excel over mineral oils, However,
it is of importance to note that esters do not represent the top of the
scale with respect to this property. Studies by the California Research
Corporation under Contract AF 33(038)-9831 have shown that certain tetra-
alkyl silicates have superior viscosity-volatility properties, as well as
outstanding yiscosity-temperature properties, Furthermore, they are sus-
ceptible to thickening and V,I. improvement by the addition of silicone
polymers, There may be problems comnected with certain other properties
of silicates, but if these are solved, silicate-base materials may represent
an alternate means of increasing the availability of synthetic lubricants,

Since information on organo-silicon compounds was not included
in the initial literature survey conducted under this contract, data on
tetra-2-ethylhexyl silicate, taken from California Research Corporation
reports, are compared in the following table with similar data on a typical
diester, di-2-ethylhexyl adipate, and a Grade 1010 mineral oil. All three
materials have similar viscosities at 210°F,, but the viscosity-volatility
index is appreciably poorer for the mineral oil than for either of the
synthetic materials, The superiority of the silicate over the adipate is
reflected in the lower vapor pressure and lower viscosity at low tempera-
tures, If higher viscosity is required for satisfactory lubrication, the
silicate can be thickened with silicone polymer to give about the same vis-
coslty at -65°F, as the adipate, but much higher viscosity at high tempera-
tures, Assuming the vapor pressure of the silicate-silicone blend remains
the same as the base fluid, (it may actually decrease), the viscosity-
volatility index of the blend is still better than that shown by the adipate.

Vigcosity-Volatility Properties

Viscosity, Vapor Viscosity-
cs. @ °F. Pressure, Volatility
Material 210 -40 -65 mm, @ 400°F, 1Index, °F,
MIL-0-6081 Mineral 0il,
Grade 1010 2.54 2500 -- -- 311
Di-2-ethylhexyl adipate 2.36 833 4920 3.1 455
Tetra-2-ethylhexyl silicate 2,36 260 1320 1.3 506

Tetra-2-ethylhexyl silicate
+ 10% diethyl silicone :
(80,000 cs. @ TT°F.) 8.69 1250 L4675 (1.3) (485)

Among carboxylic acid esters, the diesters of dibasic acids were

shown in previous work to have, generally, the best viscosity-volatility
properties., There are now indications that certain types of diesters may
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be better than others. It appears that esters of short, straight—chain

(C4,, Cs) dibasic acids have poorer viscosity—wolatility characteristics
than those of longer chain acids (Cg~Cig) when compared at a given vis—
cosity level. Although extensive vapor pressure data on maleates (C,7),
succinates (C,), and glutarates (Cs) have not actually been obtained in
this work, it is possible to estimate vapor pressures (using Appendix II
Figure 13) from the flash points given in literature for several of these
materials, The viscosity—volatility index can then be determined as it

is for the many adipates, azelates, and sebacates evaluated in this pro—
gram, When this index is plotted against viscosity at —40°F., as in
Appendix I, Figure 26, the effect of acid chain length can be illustrated.
Although the correlations for the maleates, succinates, and glutarates are
based on just two or three points each, the data are firm enough to be
directionally correct. They indicate that, for a given viscosity at —40°F.,
as the acid chain length of the ester increases, volatility decreases faster
than low temperature viscosity increases, thus improving the viscosity-
volatility indix. The effect becomes less and less pronounced, until be—
tween the Cg and Cyp acid chain lengths there appears to be no difference.
This phenomenon is illustrated in the following table, summarizing the

data in Figure 26 at the common viscosity of 1000 e¢s, at —4O°F,

Viscosity—Volatility — Effect of Acid Chain lLen

For an Ester of 1000 ¢s, Viscosity at —40°F,
Azelates and

Maleates Succ&nates Gluterates Adipates Sebacates
ra 4 3 Cq Cg and Cyq
Viscosity—

Volatility Index, °F. 391 417 443 462 477

On the basis of this theory, the development of a diester lubri—
cant with given viscosity reguirements should favor where possible the
longer chain acids, (and consequently lower molecular weight alcohols),
for best viscosity—volatility properties. However, as other literature
data show, this can be carried too far, since esters with extremely short—
chain terminal groups generally have high melting points. Moreover, esters
can never be chosen on the basls of viscosity—wolatility alone. Among other
criteria, availability is of prime importance, and adipic, sebacic, and
azelaic acids (in that order) have been shown to be potentially the most
available of the dibasic acids. Fortunately, the esters of these acids, as
seen above, are in the upper viscosity-wvolatility range.

It has been previously postulated that the viscosity—volatility
properties of dibasic acid diesters could be improved through the use
of struectures having the optimum degree of branching. As an example,
mono—C g Oxo—momo—n-hexyl adipate was shown to have lower viscos— ‘
ity but a higher flash point than di-Cg4 Oxo adipate. Flash points were
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the only indication of volatility available at the time, However, as
pointed out previously, flash points are subject to large errors, parti-
cularly when the esters evaluated have not all been refined to the same
degree, It is not surprising, therefore, that this picture is revised
somewhat, in the light of more recent vapor pressure data. The following
table summarizes the viscosity-volatility data which are based on vapor
pressures, The viscosity-volatility index is not shown, since it is mis-
leading when compounds of significantly different viscosity levels are
compared, Di-Cg Oxo adipate is more viscous than di-2-ethylhexyl adipate
but has a slightly lower vapor pressure, so that these materials are con-
sidered to have about equivalent viscosity-volatility properties. The
mixed ester, mono-Cg Oxo-mono-n-hexyl adipate, having less branching,
appears less volatile than these plasticizer-grade diesters on the basis

of flash point, However, it is more volatile on the basis of vapor pressure
determinations, since they do not recognize the presence of minor contami-
nants in the plasticizers. Also, it is insufficiently branched to prevent
crystallization at -65°F, Substitution of 2-ethylbutanol for n-hexanol in
the mixed ester gives enough branching to avoid low temperature difficulties,
But this branching, in turn, increases the vapor pressure. Therefore, the
combination of viscosity and volatility obtained with mono-C8 Oxo-mono-2-
ethylbutyl adipate actually represents little improvement over that shown
by di-Cg Oxo- or di-2-ethylhexyl adipate, In fact, this mixed ester matches
almost exactly the properties of di-sec, amyl sebacate, when flash points
are ignored.

Viscosity-Volatility Properties of Diesters

Viscoslity, Vapor
cs, @ °F, Flash Pressure,
Compound 210 -40 -65 Pt., °F, mm, @ 4OO°F,
Di-2-ethylhexyl adipate 2.36 833 L9920 395 3.1
* Di-Cg Oxo adipate 2.79 1ok0 6460 385 2.6
Cg Oxo, n-hexyl adipate 2.34 U456 Cryst. 400 3.8
Cg Oxo, 2-ethylbutyl adipate 2.28 532 2830 390 6.0
Di-sec, amyl sebacate 2.27 528 2970 375 6.4

The above data illustrate that the structures obtained in diesters
which utilize available alcohols such as Cg Oxo or 2-ethylhexyl contain very
nearly the optimum degree of branching already. It is difficult to improve
their properties by the mixed ester route, These data also show that flash
point may be misleading in comparisons of this sort,

Esters having polyhydric alcohol centers may also be of interest
as a means for increasing the availabllity of synthetic lubricants, Parti-
cularly promising are the esters having polypropylene glycol centers

c C
l .

[ﬁb -c-c(0-~c¢C - C)n - 0O/ and straight chain mono-basic acid terminal
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groups, Materials of this structure have properties which match those
attainable with dibasic acid diesters., On the other hand, esters having
polyethylene glycol centers seem to require branched chain terminal groups
for satisfactorily low melting points, and these materials are markedly
inferior to the dibasic acid esters. The superiority of the propylene
glycol over the ethylene glycol esters is attributed to the position of

the branching, It appears that the branching necessary to give low melting
point glycol esters is least detrimental to viscosity-volatllity and vis-
cosity-temperature properties when it is present near the center of the
molecule, rather than at the ends,

Dipropylens glycol di-n-octanocate has about the same viscosity
at 210°F, as di-2-ethylhexyl adipate, Although its vapor pressure is
somewhat higher, its low temperature viscosity is lower, thus giving vis-
cosity-volatility properties which at least match those of the adipate,
Triethylene glycol di-2-ethylhexanoate, having also about the same vis-
cosity at 210°F, as these materials, has a lower vapor pressure but, be-
cause of a lower V.I,, has much higher low temperature viscosity. Thus,
this compound actually has poorer viscosity-volatility properties than
either the adipate or the propylene glycol ester,

Viscosity-Volatility Properties ~ Glycol Diesters

Viscosity, Vapor
cs, @ °F, Pressure,
Compound 210 -h0 -65 mn, @ LOO°F.
Di-2-ethylhexyl adipate 2.36 833 4920 3.1
Dipropylene glycol di-n-octanoate 2.37 647 3405 3.8
Triethylene glycol di-2-ethylhexanoate 2.35 1830 16,260 2.3

Di-08 0xo adipate and tripropylene glycol di-n-octanocate show
a similar comparison., In this case, the low temperature viscosities are
about equivalent, but the glycol ester has a lower vapor pressure, re-
sulting in slightly better viscosity-volatility properties, Tetraethylene
glycol di-2-ethylhexanocate, agalin because of poor viscosity-temperature
properties and the resulting high viscosity at low temperatures, is in-
ferior to both these meterials in viscosity-volatility. Evidence of ex-
cessive branching exists in tripropylene glycol di-2-ethylhexanoate, This
material has very poor viscosity-temperature properties, and it is too
unstable thermally to allow a satisfactory vapor pressure determination
to be made,

(Data on following page)
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Viscosity-Volatility Properties - Glycol Diesters

Viscosity, Vapor
: cs, @ °F, Pressure,
Compound 210 -~40 -65 mm, @ 400°F,
Di-Cg Oxo adipate 2.79 1040 6460 2.6
Tripropylene glycol di-n-octanoate 2.76 1040 7000 1.75

Tetrasthylene glycol di-2-ethylhexamoate 2,81 2980 30,980 1.3
Tripropylene glycol di-2-ethylhexanoate 2,64 3840 L2,670 unstable

The viscosity level of thess glycol esters can be varied by
changing the size of either the glycol or the mono-basic acid employed,
However, for the best combination of properties it appears that the center
of the eater should be a propylene glycol, in which case the terminal groups
must be straight chain. As another example, at a lower viscosity level, a
satisfectory ester can be made from tripropylene glycol and caproic acid
(normal Cg). This material is only slightly inferior to di-sec. amyl
sebacate,

Viscosity-Volatility Properties - Glycol Diesters

Vapor
Viscoslty, cs, @ °F, Pressure,
Coqpound 210 -40 -65 mm, @ 4O0°F,
Di-sec. amyl sebacate 2.27 528 2970 6.4
Tripropylene glycol di-caproate 2.13 591 3570 6.3

On the basis of these results, there would be little or no degra-
dation in viscosity-temperature or viscosity-volatility properties if a
dibasic acld ester were replaced in a lubricant formulation by a poly-
propylene glycol ester., There are, of course, other properties to be con-
sidered before these materials can be regarded as an alternate supply source
in the synthetic lubricant field, However, one expected drawback may be
less serious than anticipated, The thermal stabllity of the propylene
glycol esters, viewed with some doubt because of their secondary hydroxyl
linkages, is surprisingly good up to 392°F. This will be discussed further
in Section I - D, Other important properties of these esters have not yet
been thoroughly evaluated, but serious deficiencies are not expected.
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B, low Temperature Studles

Low temperature viscosity and the persistance of the liquid
state at low temperatures are important properties of a synthetic lubri-
cant, if it is to perform satisfactorily in cold climates ar at high
altitude. Evaluation of the latter of these properties is difficult be—
cause of the tendency of esters to super—cool (sometimes?!). Pour point
determinations are therefore not reliable, and melting points, of course,
can only be determined when the ester can be induced to crystallize.
Methods for freezing these materials are being investigated. However,
some esters have frozen when stored at —94°F. for 15 hours. Melting
points have been obtained on these compounds and are presented along with
some other low temperature properties in Appendix II Table 42. :

Because of the limited nature of the melting point data available
to date, specific conclusions regarding the effect of ester structure on
this property are not possible. Several generalizations have already been
made in previous reports. It was found that esters utilizing C4 Oxo alcohol,
produced by the Oxo process from diisobutylene (giving predominantly 3,5,5—
trimethylhexanol), are generally high melting. The same is true of secondary
alcohols, such as sec. hexyl or capryl alcohol, although di-sec. amyl
sebacate 1s quite low melting. With reference to some melting point data
reported in the literature, one further generalization is possible. The
effect of ether-dxygen linkages in lowering the melting point can be seen
in the table below. Di—butyl Cellosolve adipate, a straight chain diester
containing two ether-oxygen atoms and the same number of carbon atoms as
di-n—butyl sebacate, has a significantly lower melting point than the
sebacate. Similarly, tetraethylene glycol di—caproate is better than
butanediol—l,4=di-n—octanoate. Other structural differences in these
compounds may also account for some of the difference in melting points, but
the ether—oxygen atoms are believed to be chiefly responsible.

Melting Polnts
Number of
Compound Carbon Atoms Melting Point, OF,
Di—m—butyl sebacate* 18 +20 .
Di—butyl Cellosolve adipate 18 -3
Butanediol-l,/~di-n—octancate#* 20 +55
Tetraethylene glycol di—caproate 20 +1

Along with low melting points, it is desirable for synthetic
lubricants to exhibit low viscosities at low temperatures. This character
istic is, of course, involved in the viscosity—temperature and viscosity—
volatility properties of the lubricant. However, another factor may be
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important. Certain esters have been shown in previous reports to deviate
noticeably at low temperatures from the linear viscosity-temperature re-
lationship usually obtained on an ASTM chart for other esters, Generally
speaking, diesters containing ether-oxygen linkages and diesters produced
from Oxo alcohols give undesirable upward curvature at low temperatures;
"dense center" materials such as phthalates or pentaerythritol esters
give downward curvature, a desirable deviation. It is felt that a study
of the possible causes of this phenomenon may lead to a method for im-
Proving the propertles of those esters showing an upward hook,

The change in ASTM Slope from 210/100°F. to 210/-40°F. is indi-
cative of the magnitude of deviation from a linear ASTM viscosity-tempera-
ture relationship. Slope changes for a number of esters are presented in
Appendix 1I,Table 42, There was reason to believe that the viscosity hook
might be related to the separation of contaminants as a second phase at
low temperatures, Cloud points were therefore obtained on these esters
and are also presented in Table 42, However, the cloud point data do not
follow any understandable pattern, amd do not correlate with change in
ASTM Slope values, Some of these cloud points undoubtedly reflect the
presence of moisture. No attempt was made to dry the esters, since any
moisture was also present during the viscosity determinations. Refinement
of a sample of di-Cg Oxo adipate (Plexol 244) by stripping or distillation
seems to cause erratic changes in cloud point, but does not affect the in-
crease in ASTM Slope., Based on these results, 1t does not appear that the
low temperature viscosity deviations are caused simply by the existance of
e contaminant or second phase at low temperatures.

There does appear to be a rough correlation between the change
in ASTM Slope and the melting point of the ester, Although the data are
not firm, high melting esters generally seem to have the largest Slope
changes, while the low melting materials have more nearly linear ASTM
viscogity~temperature relationships, This suggests supercooling as a
factor. In theory, however, truly supercooled liquids are believed to
follow the same principles of flow as normal liquids, i.e,, those at
temperatures above their melting points. No satisfactory explanation can
be given for this relationship of Slope change and melting point., It may
be due merely to chance, It is illustrated in the following table, where
date, taken fromTable 42, on two similar diesters of sebacic acid and two
similar glycol esters are compared, The low melting sebacate and glycol
ester show negligible change in Slope, while the higher melting esters
exhibit considerable upward curvature, The high melting point of tri-
propylene glycol di-n-octanocate is particularly difficult to understand,
since branching and ether-oxygen atoms are both present in this molecule,
But compered with the low melting dipropylene glycol ester of the same
acid, it constitutes a striking, though possibly coincidental, example
of the general relationship observed between melting point and change in
ASTM Slope,

(Data on following pege)
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low Temperature Properties

ASTM Slope Values
Melting 210/ 210/

Compound Point, °F. 100°F. -40°F. Difference
Di-sec. amyl sebacate -108 0.756 0.755 -0.001
Di-sec. hexyl sebacate +10 0.732 0.761 +0,029
Dipropylene glycol di-n-octanoate -100 0.759 0.756 -0.003
Tripropylene glycol di-n-octanocate +7 0.725 0.T40 +0.015
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C. Oxidation Stability Studies

Previous work has shown phenothiazine to be a satisfactory
oxidation inhibitor for use in a study of the oxidation stability of
various esters. For this evaluation a modification of the MIL-L-6387
Oxidation/Corrosion Stability Test (347°F.) is being employed. The
neutralization number of the test sample is determined periodically umntil
a sharp increase in acidity occurs. This indicates the stable life of the
material under severe oxidizing conditions, A concentration of 0,3 wt, %
phenothiazine has been chosen for the study of various esters in this test,
This concentration appears to give a stable life level at which differences
can be shown, but does not prolong the tests to an inconvenient length.

A very important factor which must be considered in this work
is the effect of impurities on oxidation stability. Data reported by the
Petroleum Refining Laboratory of the Pennsylvania State College show that
a distilled grade of di-2-ethylhexyl sebacate (inhibited with phenothiazine)
is more stable to oxidation than the less pure plasticizer grade. This is
confirmed by the results shown in the following table, taken from Appendix
II, Table 59, Differences in purity is also the likely reason for the varia-
tion in stable life (duplicate determinations) between two batches of di-
Cg Oxo adipate (Plexol 24k), An attempt was made to remove impurities
from this commercial ester by conventional means to learn if the oxidation
stability could be thus improved, Unfortunately, before the difference be-
tween the two batches of this ester was known, the better of the two was
chosen for this study. In this case, stripping, distilling, or charcoal
treating did not improve stability., The stable lives of the treated
samples appear somewhat lower than the untreated ester, but these variations
may be within the repeatability range of the test., Not enough of these
tests have yet been run to establish firmly what this repeatability range

might be,
Oxidation Stability at 34T°F.
(Each Ester Inhibited with 0.3 Wt. % Phenothiazine)

Average Stable

Compound Refinement Life, Hrs.
Di-2-ethylhexyl sebacate (Plexol 201) plasticizer grade 65
Di-2-ethylhexyl sebacate (Plexol 201W) distilled grade 87
Di-Cg Oxo adipate (Plexol 2hki-Batch I) plasticizer grade L5
Di-Ca Oxo adipate (Plexol 244-Batch II) plasticizer grade 85

" n n " " " " Btripped 75
" 1"t 1" L 1" 1t " " diB.tilled 72
"t ”" 1" 1}] " ” " 114 distilled +
charcoal treated 80
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Date for several other esters procured from commercial suppliers
are also presented in Appendix II, Table 59, However, comparisons based on
these results are not reliable, since significant differences in the puri-
ties of these materials may exist, It is interesting, however, that an
ester produced from a secondary alcohol (di-sec, amyl sebacate) appears
reasonably stable to oxidation, at least at this temperature, It is be-
lieved that a comprehensive study of the oxidation stability of wvarious
ester types will require that each material tested be first given a common
treatment, '
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D. Thermal Stability Studies

A variety of esters have been evaluated in & thermal stability
test, in which the sample is held at 392°F, for 48 hours in a nitrogen
atmosphere, The change in neutralization number occuring during the
test is indicative of the extent to which the molecule has been thermally
decomposed, Originally, viscosity change was also measured in this test.
However, the change in viscosity wes generally quite small, except for
large polymers, which showed substantial viscosity decreases due to
thermal breek-down, The most recent thermal stability data are shown in
Appendix II, Table 51, Neutralization number increases have been con-
verted to % decomposition by assuming that any increase in acidity 1s due
to the formation of the acid which was originally esterified, On this
basis, 100% decomposition would represent complete break-down to give the
stoichiometric quantity of the original acid, These assumptions most
likely do not depict what actually happens, but they do provide a consis-
tent basis for comparison of esters having known molecular weights,

As in the case of oxidation stability, the quality or purity
of the ester may have a marked effect on its thermal stability. Several
different samples of the same two diesters, di-Cg Oxo adipate and di-Cg
Oxo sebacate, have been evaluated., As shown by the following data taken
from Table 51, they may vary considerably in their resistance to decompo-
sition at 392°F. Presumably the instability in certain cases 1s caused by
some ilmpurity with which the manufacturers need not be concerned when pro-
ducing diesters for plasticizer applications, These impurities do not
appear to show up simply as residual acidity in the ester, since decompo-
sition does not line up with the initial neutralization numbers obtained

on these materials,
Thermal Stability Studies

Initial Neut. No.
Neut, No., Increase, Decomposition,
Compound mg. KOH/gm.  mg. KOH/gm. %

Di-Ca Oxo adipate

Plexol 244 (Batch I) 0.35 0.17 0.06

Plexol 244 (Batch II) 0.14 0.09 0.03

Hardesty 0.23 1.43 o.47

PX-208 0.33 5.43 1.8
Di-Ca Oxo sebacate

Hardesty (Batch I) 0.70 1.07 0.41

Hardesty (Batch II) 0.19 k.69 1.8

PX-408 0.4o 5.86 2.2
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As in the case of oxidation stability, stripping, distilling
or charcoal treating did not improve the thermal stability of Plexol 2&&
(Batch I1), which was already quite good. This particular ester, as
pointed out before, was an unfortunate choice for these impurity removal
studies., With the data now on hand, it appears that more information
will be obtained by studying the effect of impurity removal using an
ester such as the particular sample of PX-408, a material which appears
deficient in both oxidation and thermal stability in its present form,

Even when the effects of impurities are taken into account, di-
basic acid esters produced from secondary alcohols show a tendency toward
less stability than the primary alcohol counterparts, Although the re-
peetability of this thermal stability test has not been adequately determi-
ned, the data shown in Table 5] indicate that esters of sec. amyl, sec.
hexyl, and capryl (sec. octyl) alcohols undergo considerable degradation,
Di-capryl adipate appears particularly bad, giving nearly 1u4% decomposition,
It is surprising, therefore, that certain esters having polypropylene glycol
centers seem quite stable, despite the secondary hydroxyl linkages. Several
thermal stability tests have been run on each of the propylene glycol esters
synthesized in this work, Resulis are shown in Table 5i, When 2-ethyl-
hexanoic acid 1s used, the resulting ester has borderline stability. This
has been confirmed in vapor pressure determinations, where this excessively
branched type of ester appears to decompose readily., However, when stralght
chain mono-basic acids (caproic, n-octanoic) are employed, the resulting
propylene glycol esters have consistently shown good thermal stability,

In fact, these esters have, in several tests, shown a slight decrease in
acidity, The reason for this is not known, but it may indicate a thermal
reaction which runs to completion rather than one which produces acidic
materials that, in turn, may catalyze further decomposition,
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E. Effect of Impurities on Ester Properties

Results of this study, discussed separately in preceding sections
of this report, are summarized in Appendix II, Table 60, Attempts were
made to purify a sample of di-Cg Oxo adipate (Plexol 2hk) by conventional
means to determine what effect purity might have on its properties. Three
methods of refinement were used. One sample was stripped under vacuum to
remove the first 5%; another was distilled at reduced pressure to obtain
a 5-95% heart cut; the third consisted of a 5-95% heart cut which was
treated with animal charcoal. The charcoal treatment has been found quite
efficient in reducing residual acidity of esters, and it was desired to
learn if it might provide some other benefits,

As disclosed by recent results, the particular sample of ester
chosen for this study was already quite stable in the untreated form. Re-
finement therefore made no significant improvement in stability. This is
not believed to be a true indication of what effect purification might
have on the stability of an ester which is initially poor in this respect.
Treatment of Plexol 2kl by these means does result in one change in its
properties which bears remembering. As shown in Teble 60, stripping or
distilling this material increases its flash point from about 380°F. to
over 4OO°F., However, the vapor pressure remains essentially the same,
This indicates that the vapor pressure method used in this work succeeds
reasonably well in minimizing the effects of the volatile contaminants
which cause the flash point lowering.
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APPENDIX III A

A, Description of Vapor Pressure Apparatus and Method

1. Apperatus

The genseral appearance of the apparatus is shown in Figure 27.
Details of the still and related parts are given in Figure 28,

The specially designed still head containing a built-in auto-
manometer is patterned after the design recommended by Hickman and Weyert(l)
for the accurate dietillation of samples ranging from 5 to 100 grams,

The openings to the bulbs of the column are relatively large to minimize
pressure drop of entering vapor, to allow excellent drainage, and to re-
move superheated vapors. The automanometer operates directly from the wall
of the expansion of the column. The still is connected to a receiver, s
cold trap, a manometer, and a surge tank which in turn is connected by
stopcocks to a vacuum pump and to a supply of dry nitrogen. The glass
tubing connecting the various parts of the epparatus is constructed from
20 mm, tubing,

The thermometric system consistes of a calibrated ilron-constantan
thermocouple, & type K potentiometer, and a suspension type galvanometer.

The pressure of the permanent gas is measured by means of a
three-scale Mcleod type gauge (Todd Universal Vacuum Gauge obtained from
Todd Scientific Company, Springfield, Pennsylvania).

The Dubrovin gauge, while not an essential part of the apparatus,
1es useful as & continuous indication of the pressure of the gystem and as
an ald while bleeding in the proper amount of nitrogen into the system.

The still is heated with a Glascol heater. Excessive bumping
is prevented by means of a magnetic stirrer.

For boiling points below 100°C,, merely insulating the upper
part of the still pot and column with asbestos is sufficient to minimize
condensation so that reflux and fractionation may be prevented., For tem-
peratures above 100°C,, heat should be applied to the outside of the upper
part of the still pot and column in an amount equal to that lost by
radiation.

2. Procedure

The apparatus is assembled as ghown in Figures 27 & 28, The
thermocouple is mounted as shown in Figure 28, The glass sherth should
be coincidental with the center line of the column, and the tip of the
encaged thermocouple should extend to the sams level as the lower outlet
of the automanometer. All stopcocks, ball joints and standard tapered

(1) J. fm, Chem. Soc., 52, h7il, (1930),
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FIGURE 27
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Joints are lubricated with a thin film of Apiezon N or other suitable
high vacuum type grease. The stopcock and ball joint leading from the
still pot to the receiver should be lubricated with a silicone high
vacuum grease.

The entire apparatus is evacuated and tested for leaks by ap-
propriate means. The system 1s returned to atmospheric pressure by ad-
mitting dry nitrogen. Fifty milliliters of the liquid under investigation
is then pipetted into the bottom of the still into which a magnetic stir-
ring bar has previously been placed. A sufficient amount of the liquid is
added to the automanometer through the top outlet in oxder to set the zero
mark on the sliding scele attached to the automanometer. The ball Jjoint
is attached to the top of the still and the thermocouple is replaced.

Stopcocks 1 and 4 are closed to isolate the still and receiver
from the rest of the apparatus. The magnetic stirrer is turned on and
the dissolved air and moisture in the sample are removed by evacuating
through stopcock 3. Low heat may be applied to facilitate their removal.

Stopcock 3 is then closed and the rest of the apparatus evacuated
through stopcock 4. The trap is immersed in liquid nitrogen. After closing
stopcock L, an appropriate amount of dry nitrogen to indicate a pressure
of approximately 1 mm. on the Dubrovin gauge is bled into the system. The
still is then connected with the rest of the apparatus by opening stopcock 1.

Heat is graduslly applied to the still pot and, when the con-
densation of the liquid is visible in the lower end of the condenser, it
is adjusted to a reasonable boiling rate. The condensate is a2llowed to
collect in the annulus and flows back down the column. The temperature
of the Jacket surrounding the column is adjusted to & temperature about
10°C. below the boiling point if it is above 100°C., As soon as a steady,
8low boil-up rate has been achieved, simultaneous readings are taken of
the vapor tempersture, the pressure of the permanent gas by means of the
Mcleod gauge, and the automanometer pressure. Several sets of data are
recorded until successive readings are essentially constant, After
equilibrium is established, several milliliters of the condensate are re-
moved into the receiver through the side arm attached to the annulus.
This procedure serves to remove any traces of low boiling condensable
impurities present. The process of recording the necessary data after
equilibrium is agaln established is repeated untll successive readings
are essentially constant. For a pure substance, the two sets of readings
should be practically identicel.

For further meesurements at higher pressures, the heeting is dis-
continued, and more dry nitorgen gas is charged into the system to the
desired pressure. The whole process given ebove is repeated at pressures
of 2, 3, and 4 mm.
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The vapor pressure-temperature relation is obtained graphically
by plotting the logerithm of the pressure ageinst the inverse of the &ab-
solute temperature. All four polnts should fall in a straight line. By
extrapolation, the vapor pressure at other temperatures can be obtained.

B. Results and Conclusions

The procedure outlined above was primarily designed for the
measurement of vapor pressures and boiling points of high boiling or
difficultly volatile pure liquids of°limited thermal stability. It way
be extended with modifications to include mixtures of these types of sub-
stances. However, the method is also applicable to high tolling compounds
which are thermally stable.

This equipment will give reliable results between 0.03 mm, and
5 mm. pressure. Above thls range, accurate measurements are rather diffi-
cult to obtain due to excessive bumping and splashing and, below this
range, due to the fact that the random velocity is small compared with
the forward veloclity of the vapor molecules and by the interdiffusion
between the vapor and residual gas.

If the thermometer is located in the vapor phase, the vapor,
although it may be somewhat superheated when it is formed, soon cools
and condenses. This temperature of condensation at slow rates of dia-
tillation is the true boiling point at the prevailing pressure when the
liquid is absolutely pure and is also not affected by bumping of the
liquid. '

The absolute accuracy of the procedure may be established by
determination of the boiling points at these low pressures of a rela-
tively high boiling liquid which is thermally stable and by extrapolation
of the vapor pressure-temperature relationship, the true boiling point at
atmospheric pressure may be calculated. This result can then be compared
to the best literature data or determined. However, a straight line ob-
tained by plotting the logarithm of the pressure against the inverse of
the absolute temperatures is indicative of the accuracy.

To test the accuracy and reproducibility of this method, it
was applied to the determination of the vapor pressure-temperature rela-
tionship of pure n-dibutyl phthalate by two analysts. The results obtained,
plotted graphically, are shown in Figure 29. By extrapolation, the boiling
point at exactly 1 mm. pressure was found to be 143°C, This compares
favorably with the best literature values of 143°, 145° and 1L4k°C,
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I. DISCUSSION

Work pursued under this contract has been directed toward a
study of the properties of synthetic lubricants, in particular, the car-
boxylic acid esters, The properties which have been investigated most
include the following:

. Viscoslity-temperature

Viscosity-volatility

. Melting and pour point

. Stability (oxidation, hydrolytic, chemical and thermal)
. Lubrication,

WV F WD

Those materials which have a good combination of these properties are
considered to be very promising lubricants, However, other more specific
properties may also be necessary depending upon the service to which the
lubricants are to be subjected., This study has dealt primerily with the
evaluation of materials suitable as components or bases for synthetic
lubricants, No attempts have been made to formulate finished blends,

The work has continued elong the lines discussed in earlier reports, A
large number of known and commercial synthetic esters have been evaluated,
Data on most of the important lubricant properties mentioned above have
been enlarged end several types of esters, which the literature indicates
to be promising, have been synthesized to determine their relative position
in this field., The results obtained during this quarter,and concerned
mainly with expanding existing data on esters containing ether oxygens and
esters of the dense center type,are discussed in the following sections,

A, Viscosity-Temperature Characteristics
and Generzl Properties

The physical properties of all ester materials either purchased
from commercial suppliers or synthesized in the laboratory and evaluated
since the first yearly report are presented in Appendix II Tables 38 & 39,
The viscosity-temperature relationships are shown over the range of 210 to
-65°F. by ASTM slope, Dean and Davis V,I,, and Hardiman and Nissan V.I,
This latter V.I. system(l) gives a more realistic picture of viscosity-
temperature properties by avoiding the irregularities normally experienced
at high V,I, levels when the Dean and Davis V.I, system is used, Other
general data to be found in Tables 38 & 39 and discussed in the following
paragraphs include neutralization numbers, flash, fire, pour, melting points,
and vapor pressure data,

(1) Bardimen and Nissan, J. Inst, Petroleum Tech., 31, 255(1941).
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1. Monoesters Containing Ether Oxygen

Synthetic lubricants having extremely low viscosities can be
made from monoesters, These may find use as special alrcraft instrument
oils, where low viscosity and low volatility along with moderately good
high temperature properties are required, Monoesters could also find
application where mechanical lag or sight glass fogging are problems, as
well as in hydraulic flulds and as bases for low temperature greases,
Earlier work on monoesters described in the literature showed that ex-
cessive branching gave poor viscosity-temperature characteristices and high
volatility (low flash points), whereas no branching presumably gave high
melting materials. The optimum degree of branching was found to be ob-
tained when only one portion of the ester was branched -~ either the alcohol
portion or the acid portion, but not both. Furthermore, the C;¢ to C;g
materials with their ester group near the center of the molecule showed the
best monoester properties,

When similar monoesters are made from elcohols containing ether
oxygen atoms (i.e., Carbitols, Dowenols, etc.) poorer viscosity-temperature
characteristics result, As shown in Appendix Table 38 and in the summary
table below, isopropoxyethoxyethyl n-octanocate (Dowanol 18 n-octancate) is
not sufficiently branched to give a satisfactory low pour point, The 2-
ethylbutoxyethoxyethyl caproate (2-ethylbutyl Carbitol caproate), on the
other hand, having the same 210°F, viscosity does have sufficient branching
to give a very low pour point., In viscosity-temperature properties these
oxy esters are nearly equivalent to the excessively branched Cg Oxo ester
wherein branching occurs on both sides of the ester group. They are, how-
ever, poorer than the optimum branched Cg Oxo pelargonate. Like most mono-
esters, they show a tendency toward downward curvature when plotted on the
ASTM viscosity-temperature chart but the changes, as shown by the ASTM slopes,
are much smaller than those shown by the non-ether-oxygen monoesters so that
essentially a straight line results, It will be noted that the only bene-
ficial effect of the ether oxygen is to increase the flash polnt. This
appears to be real and will be discussed later under viscosity-volatility

characteristics,

(Data on following page)
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Viscosity-Temperature Properties - Monoesters

Viscosity Cs. ASTM Slope Flash Pour
At °F. 210°F,to Pt., Pt.,
Monoegter 210 -40 -65 100 -65 °F., °F,
Isopropoxyethoxyethyl

n-octanoate 1,363 104 solid 0,821 0.815* 315 -55
2-Ethylbutoxyethoxyethyl

caproate 1.367 114 501 0.826 0.828 330 <-75

Cg Oxo pelargonate 1.37% 78.8 259 0,810 0.785 305 <75

Cg 0Oxo Cg Oxoate 1.390 103 410 0.827 0,810 285 <T5

* Slope 210/-4LO°F.

2. Monoesters Versus Diesters

The Cpj monoester, Cyz Oxo 3,5,5-trimethylhexanocate, were shown
in AF Technical Report 6663 t0 be inferior to dibasic acid diesters of
equivalent carbon content., Its poor showing at low temperatures is un-
doubtedly due, in part at least, to the terminal butyl group in the acid
portion, More recent data for other monoesters, Cjz Oxo C Oxoate and
n-hexyl Cj3 Oxoate, confirm the earlier observation that lo¥w pour mono-
eaters in the Cj8 to C2¢ range are inferior in viscoslty-temperature pro-
perties to dibasic acid diesters of the same carbon content or 210°F, vis-
cosity. This also holds generally for glycol diesters although here a
number of exceptions exist, especially when they are compared with a mono-
ester having nearly optimum branching (n-hexyl C13 Oxcate). The presence
of the second ester linkage in both types of dies%ers is particularly ef-
fective in lowering the volatility (raising the flash point), The mono-
esters, Cy3 Oxo Cy3 Oxoate and n-hexyl Cj3 Oxoate, are compared in the
following %able wi%h dibasic acid esters Eaving the same 210°F, viscosity
and with glycol diesters having approximately the same carbon content, The
superior low temperature viscosities of the dibaesic acid diesters are par-
ticularly noteworthy,

(Data on following page)
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Monoesters Versus Diesters

ASTM

Slope Flash
Carbon Viscosity,Cs. @ °§ 210/ H&N  Pt.,
Content 210 -h0 -65 100°F. V.I. °F,

C 3 O0xo Cj3 Oxoate Cog 3.38 7230 76500 0.775 115 4o5
D}-z-ethy exyl Bebacate Cog 3.39 1480 8380 0.693 150 430
Tripropylene glycol

di-n-octanoate Cos 2.76 1040 TOO0O 0.725 152 415
n-Hexyl C;, Oxoate Cig 1.7 307 1480 0.81k 157 315
Di-3-methy{buty1 adipate Ci6 1.73 165 650 0.778 173 325
Diethylene glycol

di-2-ethylhexoate €18 1.97 1150 8580 0.842 129 360

3. Diesters Containing Ether Oxygen

There are four effects noted in diesters derived from alcohols
containing ether oxygen, known commercially as Cellosolves, Carbitols, and
Dowanols, As shown in the summary table below with data taken from the
literature, the addition of ethylene oxide to Cqo Oxo alcohol results in
(1) greater viscosity, (2) increased Dean and Davis viscosity indexzes, (3)
higher flash polints, and (4) poorer pour points. It will be noted that the
optimum viscosity-temperature relationship and flash point consistent with
a good pour pointare obtained when about two ethylene oxide units are added,

Effect of Ethylene Oxide on Diester Properties

ASTM

Viscosity, Slope Flash Pour

Cs. @ °F. 210/ D& H&N  Pt.,, Pt,,

Adipate (Diester) 210 100 100°F. V.I. V.I, _°F. °F.

Cg Oxo (from diisobutylene) 3.21 12.7 0.728 136 1k2 k15  <-98
Cg Oxo + 1 m, Ethylene Oxide 4.30 18.3 0.678 165 14k 420 -82
Cg Oxo + 2 m, " " 5. 7% 27.4 0.652 154 14k 465 -T2
Cg Oxo + b m, " " 7.72 40.9 0.622 147 140 440 -62
Cy Oxo + 6 m, " " 10.0 54.1 0.591 148 144k 435 -36

]
N
jee)
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The changes resulting from the addition of ethylene oxide units
are due mainly to the increased molecular weight but they also reflect
the effect of the ether oxygen, which becomes more pronounced with the
lower alcohol diesters, where the alkylene oxide portion constitutes a
greater proportion of the molecule, As shown in the table below with
esters of low molecular weight alcohols, the alkylene oxide actually im-
proves the pour points but this effect diminishes as successive alkylene
oxide units are added. The effect of ether oxygen in raising the viscosity
level and lowering the pour point is shown by comparing the adipate of
butyl alcohol + 2 mols of ethylene oxide with n-octyl adipate, both having
the same carbon content and straight chain structure, Propylene oxide is
shown to have an effect similar to ethylene oxide, The properties of the
propylene oxide derivatives of isopropanol are compared below with those
of di~sec, hexyl end di-c9 Oxo adipates, which have similar viscosities
but lack the ether oxygen, The sec,-hexyl adipate is shown to be inferior
while the C9 Oxo adipate is superior to the ether oxygen counterparts.

Effect of Alkylene Oxides on Diester Properties

ASTM
Viscosity, Slope Flash Pour
Cs, @ °F, 210/ H¥N Pt,, Pt.,
Adipate (diester) 210 100 10Q0°F. V.I. V.I. °F. °F.
n-Butyl 1.49 3.68 0,748 -- 30 -13

n-Butyl + 1 m, Ethylene Oxide 2.2k 7.31 0.755 129 154 390 . -ko
n-Butyl + 2 m, Ethylene Oxide 3.47 13.3 0,694 158 145 450 <-35
n-Octyl 2,85 8.75 0.652 187 170 420 +39

Isopropyl 1.16 2,92 0.863 -- ~- 225 +30 (MP)
Isopropyl + 1 m, Propylene Oxide 2.08 6,99 0.796 102 147 325 <-75
Isopropyl + 2 m, Propylene Oxide 3.52 14,7 0.72F 137 138 360 -65
Sec,-Hexyl 181 5,79 0.822 -- 149 305 +50 (MP)
Cg Oxo 3.21 12,7 0.728 136 142 415 <-98

To expand the literature data on the properties of oxygen containing
esters, several compounds were synthesized from alcohols containing two
ethylene oxide units. Secondary alcohols were selected since their alkylene
oxlde derivatives might serve as a means of increasing the availability of
synthetic esters, By this means a large number of low cost, readily available
alcohols, which otherwise are not suitable because their esters are thermally
unstable, can be utilized, Several of these Carbitol type diesters are com-
pared in the summary table below with promising diesters having equivalent
210°F, viscosities, Complete data are given in Appendix Table I, It will be
noted that diisopropoxyethoxyethyl adipate is a perfect match for di-2-ethyl-
hexyl azelate in flash, pour, ASTM slope, V.I, and viscosities at the higher
temperature levels, However, at low temperatures the viscosities and ASTM
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slopes increase markedly revealing its inferior viscosity-temperature
characteristics over the full temperature range, Dicaproxyethoxyethyl
adipate, which utilized capryl alcohol, a by-product of sebacic acid
manufacture, appears to have somewhat better viscosity-temperature character-
istics than Cqg Ox0 gsebacate based on the high temperature viscosities, but
here again the tendency of the ether oxygens to cause an upward hook (in-
creased ASTM slope) becomes evident at low temperatures, Similar diesters
mede from a primary alcohol base (di-2-ethylbutyl Carbitol adipate) appear
to be in no way superior to the secondary derivatives,

Comparison of Dibasic Acid Diesters With and
Without Ether Oxygen

(A1l Pour Points are Less Than ~75°F,)

Viscosity, Flash
Cs, @ °F, H&N  ASTM Slope 210/°F. Pt.,
Material 210 -65  V.I. 100 -40 -65 °F,

Diisopropoxyethoxyethyl Adipate 2,948 26500 149 0.723 0.76% 0.779 U420
Di-~2-ethylhexyl Azelate 2.94% 6260 149 0.721 0.726 0.72% 400

Dicaproxyethoxyethyl Adipate L 700 57870 147 0.655 0.693 0.704 1415
Di-Cjg Oxo Sebacate 4 702 28860 142 0.671 0.682 0.680 U465

Di-2-ethylbutyl Carbitol Adipate 3.686 40310 151 0.679 0.730 0.743 uho
Di-ClO Oxo Adipate 3.598 23000 146 0.702 0.727 0.728 h50

Most secondary alcohols tend to give diesters having high melting or
pour points, The conversion of these alcohols to alkylene oxide derivatives
provides a useful meens by which satisfactory low pour materials cen be ob-
tained from these otherwise unattractive alcohols. This is considered to be
an important advantage which can be cited for these materials, along with the
improved thermal stability which will be discussed in Section E, As shown
in the table below, dicapryl and diisopropyl adipates are transformed by the
use of alkyleme oxides into products having considerably better viscosity-
temperature, flash and pour point characteristics,

(Date. on following page)
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Properties of Diesters Utilizing Secondary Alcohols
and Their Derivatives

Flash Pour or

Viscosity, Cs, @ °F, Pt., (MP),

Adipate (Diester) 210 100 -4 -65 V,I, °F, °F.
Capryl 2.42 8.67 Crystalline 110 370 -60
Caproxyethoxyethyl L 70 19,9 5340 57900 170 415 <-75
Isopropyl 1.16 2,92 Crystalline -- 225  (+30)
Isopropoxyethoxyethyl 2.95 10.9 2210 26500 142 k20 &-75
Isopropoxyisopropoxyisopropyl 3.52 14,7 -- - 137 380 -65

4. Glycol Diesters Containing Ether Oxygen

Esters derived from glycols by reaction with monobasic acids have
been found, in generel, to be Inferior to dibasic acid diesters., Several
polypropylene glycol diesters were shown in the last gquarterly report to be
equivalent to dibasic acid diesters of the same viscosity and carbon content.
These were dipropylene glycol di-n-octanoate, and tripropylene glycol di-n-
octancate and dicaproate., It will be noted that all of these esters require
straight chain acids which may be in short supply in time of national
emergency. These esters may serve, however, as a possible alternate supply
of lubricant materials along with dibasic acid diesters, The straight chain
Cq pelergonic acid which is available commercially as a by-product from
azelaic acid manufacture probably would not become short in an emergency but
it does not give a satisfactory ester with tripropylene glycol, As shown
in the Appendix Teble 40 and in the summary table below, tripropylene glycol
dipelargonate is inferior in viscosity-temperature properties to similar
diesters made from shorter straight chain acids, The reason for the crystal-
line formation and consequently poor showing of the pelargonate ester is
probably associated with the low purity of the commerciel pelargonic acid
employed.

Tripropylene Glycol Diesters
(<-75°F, Pour Points)

Tripropylene Viscosity, Cs, @ °F, ‘ ASTM Slope HE&N Flash
Glycol Diester 210 -4o -65 210/100 210/-4%0 V,I. Pt,, °F.
Dipelargonate 2.900 1178 Crystals 0.725 0.732 140 420
Di-n-octanoate 2.756 1040  T000 0.725  0.740 152 415
Dicaproate 2,13+ 591 3572 0.775 0.784 153 395
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It will be noted that the tripropylene glycol diesters exhibit
the upwerd viscosity-temperature hook characteristic of esters containing
ether oxygens, Dipropylene glycol di-n-octanoate, on the other hand,
gives a downward curvature which permits this ester to surpass many others
diesters in viscosity-temperature properties throughout the temperature
range investigated (-65 - 210°F.). This unusual but desirable behavior
may possibly be due to some tendency for the glycol portion of this di-
ester to form a pseudo ring or loop, giving rise to the demse center con-
figuration which has been found associated with this downward curvature
in many other instances, As shown below, certain other glycol diesters
exhibit the seme tendency. In the three cases cited a 1,5-glycol is in-
volved which would be optimum for permitting the formation of a strain free
ring or loop. Insufficient data are available to show whether polymethylene
glycols other than the 1,5-type behave similarly,

Unusuel Viscosity-Temperature Properties of
Certain Glycol Diesters

ASTM Slope, 210°F, to

Material 100°F. -LO°F, -65°F,
Dipropylene glycol di-n-octanoate 0.759 0.756 0.752
Pentanediol-1,5 di-2-ethylhexoate 0.829 0.817 0.807

2-Ethoxymethyl-2,4-dimethyl
pentanediol-1,5 dicaproate 0.781 0.776 0.776

2-Ethoxymethyl-2 4-dimethyl
pentanediol-1,5-di-2-ethylhexoate 0.815 0.813 --

It would appear from these data that dipropylene glycol dipelargonate,
which should likewise exhibit downward curvature, might possess reasonably
good viscosity-temperature characteristics, and could be made from readily
available materials,

Polyethylene glycols, like polypropylene glycols, can be produced
on a much larger scale than they are now being made commercially., Their
application to synthetic ester lubricants, therefore, would be desirable
at least from an availebility standpoint, The use of polyethylene glycols
in diesters has not been considered very promising since poor viscosity-
temperature characteristics are obteined with branched chain acids and high
pour materials are produced with straight chain acids, according to the
literature, It was observed in the work on Carbitol type diesters and in
previous work that the presence of ether oxygen tended to lower the pour
points of diesters in which the alkylene oxide portion constituted a sizeable
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proportion of the molecule, Several diesters were synthesized to expand
the existing data, especially at low temperatures, on compounds of the
glycol diester type, Literature references indicate Polyethylene Glycol
200 and tetraethylene glycol would give better dlester properties than
lower polyethylene glycols., This is undoubtedly due to the fact that

they are similar in carbon content to octanediol-1,8 and would give di-
esters in the Cpp-Cog range wherein the diesters having the best properties
have been found., ILow pour points would be anticipated for the diesters of
these glycols, because the three ether oxygens in the glycol portion should
have appreciable effect when not masked by the size of the monobasic acid
used, As is shown in Appendix Table 40 and in the table below, low pour
diesters can be obtained with straight chain acids, Thus, with Polyglycol
200 and caproic acid a pour of -65°F, is obtained, compared with +60 for
ethylene glycol di-n-octancate, Lower pour diesters can be obtained with
very little sacrifice in viscosity-temperature characteristics by intro-
ducing a moderate amount of branching, as is shown for Polyglycol 200 mono-
2-ethylbutyrate mono-caproate, The same result could possibly be obtained
by employing a slightly higher molecular weight polyethylene glycol (more
ether oxygens), although this has not been demonstrated, The viscosity- .
temperature characteristics of these glycol diesters are inferior to di-
basic acid diesters over the full temperature range (210 to -65°F,) because
of their upward hook at low temperatures., The flash points are high com-
pared with di-2-ethylhexyl azelate and hexane-diol-l,6 di-n-octanoate, This
difference may reflect in part the degree of purification or stripping, but
it is probably also associated with the presence of the ether oxygens,

Viscosity-Temperature Properties - Glycol Diesters

Viscosity, ASTM Flash Pour

Cs. @ °F. _ Slope 210/°F. H&N Pt., Pt.,

210 -ho 100 -0  V.I., °F. °F,

Polyglycol 200 di-n-butyrate 2,566 1k23 0.735 0.780 154 390 -60

Tetraethyleneglycol ‘

dicaproate 2.552 1055 0.729 0.76+ 156 415 -60

Polyglycol 200 dicaproate 2.920 1532 0.706 0,747 157 k20 -65
Polyglycol 200 mono-2-ethyl-

butyrate mono-ceproate 2,918 1851 0.711 0.757 153 420 <-T5
Di-2-ethylhexyl Azelate 2,944 1132 0,721 0.726 149 k00 <-T5
Hexanediol-1,6 Di-n-

Octanoate 2,62 -- 0.697 -- 149 380 +46

5. Dense-Center Polyesters

Polyesters in which the acid or alcohol portions appear to
emanate from s common source or dense center generally exhibit a desirable
downward curvature of their ASTM viscosity-temperature relationship at low
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temperatures, These include esters of tri or tetrahydric alcohols such

as triethanol amine, trimethylolpropane, and pentaerythritol. Aconitates,
dimerates, phthalates, phosphinates, phosphonates, phosphates, phosphites,
silicates, and the like also show the same phenomenon, The esters of
pentaerythritol and trimethylolpropane are of special interest in this
work since they have fairly attractive properties and can be made from
available materials (acetaldehyde, butyraldehyde, formaldehyde and mono-
basic acids), They could possibly serve, therefore, as alternates for
dibasic acid esters where moderately good viscosity-temperature character-
istics would suffice, Unfortunately, these polyhydric alcohol esters of
straight chain acids have undesirably high melting points. As shown in
Appendix Table 40 and in the summary table below, introduction of some
branching eliminates the high melting point difficulties but, as might be
expected, imparts poorer viscosity-temperature characteristics, as indi-
cated by lower H&N V.I, and higher low temperature viscosities, Penta-
erythritol dicaproate di-2-ethylbutyrate appears to be excessively branched,
It is believed that the pentaerythritol tricaproate mono-2-ethylbutyrate
would provide the optimum degree of branching. Trimethylolpropane di-
caproate mono-2-ethylbutyrate has about the optimum amount of branching
for a trimethylolpropane triester; hence, no further improvement can be
expected, At the suggestion of the project engineer, amother polyester,
tri-n-butyl aconitate, was given a preliminary evaluation, since the
American Sugar Refining Company proposes to recover reasonably large
quantities of aconitic acid (1,2,3-propenetricarboxylic acid) from molasses,
As shown in Appendix Table38 and in the summary table below, this aconitate
does not have outstandingly good viscosity-temperature properties but is
similar in this respect to the pentaerythritol and trimethylolpropane
polyesters, It is unsaturated and consequently has poor oxidation sta-
bility. It does not crystallize at low temperatures but has a lower flash
point than diesters of similar viscosity,

(Data on following page)
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Dense-~Center Polyesters

Viscosity, ASTM Slope Flash
Cs., @ °F, 210/°F. H&N  Pt,, Melting
Polyester 210 =40 100 -40  v,I. °F, Pt., °F.
Pentaerythritol tetra-
caproate 4,133 4656 0.73% 0.717 125 k70 +21
Pentaerythritol di-
ceproate di-2-ethyl- ,
butyrate L 660 16400 O.76F 0.746 106 k70 WIC
Trimethylolpropane
tri-n-octanocate L. o046 3276 0.71T 0.703 133 485 +18
Trimethylolpropene di-
caproate mono-2-ethyl-
butyrate 3.163 2959 0.780 0.761 121 415 WNC
Tri-n-butyl aconitate 2,438 1509 0.829 0.799 116 370 WNC
Di-2-ethylhexyl Adipate 2,362 833 0.770 O.TTh 147 395 -90

WNC: Would not crystallize after 15 hours at -94°F,
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B, Viscosjity-Volatility Characteristics

In order for a lubricant to withstnad the extremes in tempera—
ture anticipated for newer design turbine type alrcraft engines, the lubri-
cant must combine low volatility at high temperatures with low viscosity
at low temperatures. Mineral oils do not possess a satisfactory combi- -
nation of these properties and therefore have poorer viscosity-wolatility
characteristics than desired for these engines. In contrast, ester—type
synthetic lubricants are quite good in this respect. In the absence of
impurities, the flash points of synthetic lubricants are influenced to a
large extent not only by the number of carbon atoms and branchiness but
also by the type, position, and number of functional groups present in the
molecule. The flash points of mineral oils, on the other hand, depend
generally only on carbon chain length and branchiness since no functional
groups are present. Flash point determinations are used to give a fair -
indication of volatility in mineral oil work but since they are generally
subject to eonsiderable error, they should not be relied upon to give an
accurate indication of volatility for non-hydrocarbon synthetic lubricants.
Actual vapor pressure determinations have been used to measure the vola—
tility of the esters evaluated in this work. The method used is that
described by Hickman and Weyerts(2) and is presented as Appendix III A.
In brief, the experimental data obtained at 0.4 to 8 mm, pressure are
plotted as log V.P. versus 1/(1+230) where t is in °C. A straight
line results from which fair values for any vapor pressure at any
temperature can be obtained. Vapor pressure—temperature and vis—
cosity-wvolatility data of all compounds evaluated in this progranm
are tabulated in Appendix Tables 43 and 44. The viscosity—volatility
characteristics of synthetic lubricants were discussed in some
detail in Appendix III. Additional work has been concerned with
diesters containing ether oxygen atoms, and is discussed in the
followling sections,

1. Moncesters

A8 discussed above, the volatility of nor-hydrocarbon synthetic
lubricants is influenced to a great extent by several factors. The degree
and position of branchiness appears to be important. Comparison of
monoesters (Appendix Table 43) shows that branchiness occurring on only
one side of the ester linkage, preferable in the alcohol portion(3), is optimum,

(2) Hickman and Weyerts, J. Am, Chem. Soc., 52, 4714 (1930).
(3) Recent btrochure on Esters (Carbide and Carbon) shows n=hexyl 2-ethyl-—
hexanoate to have higher volatility than 2-ethylhexyl caproate.
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glving less volatile esters than when the branching is on both sides of
this group. Thus, Cg Oxo n-octancate has only half the vapor pressure

of 2-ethylhexyl 2-ethylhexanoate although both esters heve the same carbon
content, Since the viscoaity is also improved by this selective distri-
bution of branchiness, the Cg Oxo n-octanoate has the better viscosity-
volatility properties, The presence of ether oxygen alsoc has an effect,
The introductien of two ether oxygens tends to lower the volatility. As
shown in the table below, isopropoxyethoxyethyl n-octanoate and 2-ethyl-
butyl Carbitol caproate have lower vapor pressures at 4O0°F, than Cg Oxo
pelargonate, yet all three esters have the same 210°F, viscosities and
about the same degree of branchiness, However, because of their slightly
poorer low temperature properties these ether-monoesters are considered
to have viscosity-volatility properties which are essentially equivalent
to the Cg Oxo pelargonate,

Viscosity-Volatility Properties of Monoesters

Flash Vapor Viscosity-
Viscosity,Cs, @ °F, Pt,, Pressure, Volatility
Monoester 210 -40 -65 °F, mm, @ 400°F, Index
Isopropoxyethoxyethyl
n-octanoate 1.363 104,1 sSolid 315 50 --
2-Ethylbutyl Carbitol
caproate 1,367 113.9 501 330 35 382
Cg Oxo pelargonate 1.374 178.8 259 305 60 373

A rough measure of viscosity-volatility properties is .given by the
viscosity-volatility Index, This is an arbitrarily chosen index and is de-
fined as the difference between the boiling temperature of the material at
2 mm, and the temperature at which it has a 10,000 cs, viscosity. A short-
coming of this index is its variation with viscosity, necessitating compari-
sons at common viscosity levels, Where the material is a solid at the lower
temperature, as is the case with isopropoxyethoxyethyl n-octanocate, the
viscosity-volatility index has mo real significance, For reference, however,
this index has been calculated for all materials evaluated and the data are
compiled in Appendix Tebles 43 and 44.

2. Dibasic Acid Diesters

The Carbitol type diesters are considered to be poorer in vis-
cogity~volatility properties than cogventional diesters not having ether
oxygens., These ether-diesters (of dibasic acids) have generally lower
volatilities, but they also have considerably higher viscosities at low
temperatures, As shown below with data taken from Appendix Tables 43 and
44, dlisopropoxyethoxyethyl adipate is at least equivalent to di-2-ethyl-
hexyl azelate in all the properties examined except low temperature
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viscosity, where it is inferior (26,500 cs, versus 6260 at -65°F.). Di-
heptyl Carbitol and di-2-ethylbutyl Carbitol adipates likewise have lower
vepor pressures at 400°F, and higher low temperature viscosities than the
conventional diesters with which they are compared, Comparison of 2-
ethylbutyl Carbitol adipate with esters having about the same vapor pressure
at 40O°F, (di-C,, Oxo sebacate; trimethylolpropane tri-n-octanocate), shows
the large effec% that the ether oxygens have on increasing the low tempera-
ture viscosity. This factor tends to offset the advantages of the low
volatilities obtainable with this type of compound, Their usefulness may
lie chiefly in applications where low temperature viscosity requirements
are not restrictive, or they may find use as blending components,

Viscosity-Volatility Properties of Diesters

Flash Vapor
Viscosity, Cs. @ °F, Pt., Pressure,

Material 210 -k -65 °F, mm, @ 40O°F,
Di-isopropoxyethoxyethyl Adipate 2,948 2212 26500 420 1.k
Di-2-ethylhexyl Azelate 2,944 1132 6260 400 1.5
Di-heptyl Carbitol Adipate 4 128 5641 61130 4o 0.15
Di-Cg Oxo Azelate 4 241 2907 Viscous 40O 0.88
Di-2-ethylbutyl Carbitol Adipate 3.686 3522 40310 Lo 0.20
Di-C3o Oxo Adipate 3,598 2954 23000 50 0.85
Di-Cjo Oxo Sebacate 4,702 L4191 28860 465 0.31
Trimesthylolpropane tri-n-

octanoate h o6 3276 22180 485 0.21

3. Glycol Diesters

Diesters in which the center portions are derived from glycols
are of interest in this work as a means of increasing the availability of
synthetic esters, A few of the glycol diesters are very much like dibasic
acid diesters in properties. However, most of them are poorer. In general,
the viscosity-volatility properties of polypropylene glycol diesters are
good when straight chain acids are used, and poor when branched chain acids
are used, The better polypropylene glycol diesters appear to be superior
to the best polymethylene glycol (alkane diol) diesters for which data are
available, As shown below, tripropylene glycol dicaproate is superior in
all respects to pentanmediol-l,5 di-2-ethylhexanoate, both esters having
about the same viscosity at 210°F, Very little additional data have been
obtained on the polymethylene glycol diesters, but they do not appear
particularly promising, Diesters made from polyethylene glycols and branched
chain acids have poor viscosity-volatility properties, These diesters are
better, however, than the corresponding polypropylene glycol diesters uti-
lizing branched acids, For example, the di-2-ethylhexanoate of diethylene

WADC TR 5383 138




glycol has a lower vapor pressure and lower viscosities than the same
acid ester of dipropylene glycol, When straight chain acids are employed
with polyethylene glycols, the esters are likely to have high melting
points,

Viscosity-Volatility Properties of Glycol Diesters

Pour or Flash Vapor
Viscosity, Cs. @ °F, (Melting) Pt., Pressure,
210 ~40 -65 Pt., °F, °F. mm, @ 4OO°F,

Tripropylene Glycol

dicaproate 2.134 591 3572 <-T5 (WNC) 395 6.3
Pentanediol-1,5 di-2-

ethylhexanoate 2,115 958 5452 <-T5 (WNC) 390 8.6
Di-sec,-amyl

sebacate 2.271 528 2970 <-T5 (WNC) 375 6.4
Diethylenes glycol di-

2-ethylhexanoate 1.969 1152 8579 <75 (WNC) 360 8
Dipropylene glycol

di-2-ethylhexanoate 2.20k 2522 Viscous <75 (WNC) 355 12
Diethylene glycol

dipelargonate 2.897 Solid Solid 0 (+11) 405 --
Tetraethylene glycol

dicaproate 2,552 1055 Solid -60 (+1) his 1.7

WNC: Would not crystallize after 15 hours at -94°F,

The volatilitles and viscosity levels of glycol diesters can be
varied over a fairly wide range by Jjudicously choosing the monobasic acids
and polyalkylene glycol necessary to give desired properties, It was shown
earlier that with tripropylene glycol, the upper molecular weight limit
(because of partial crystallization at -65°F.) is reached with pelargonic
acid (Cq). In view of the excellent properties shown for di- and tri-
propylene glycol dilesters and the apparent tendency for multi-ether linkages
in glycol diesters to give lower melting points, it is felt that tetra-
propylene glycol and higher polypropylene glycol diesters (with straight
chain acids) would also give esters having satisfactory viscosity-volatility
properties, These materials would be comparasble to the more viscous di-
basic acid diesters, such as di-C,, Oxo or di-Cy3; Oxo adipates, However, no
data are avallable to demonstrate %his. With polyethylene glycols, which
are more readily avallable than polypropylene glycols, the choice of suitable
acids appears to be even more restricted, As stated previously, this has
been found true in the case of several polyethylene glycol diesters where
high melting points were observed, As is shown below and in Appendix
Teble 44, optimum viscosity-volatility and pour point properties can be
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obtained in polyethyleme glycol diesters by employing one branched and
one straight chain acid to give a mixed ester, The chief advantage over
the non-branched structure is in pour point, whereas two mols of branched
acid gives an ester of higher viscosity at low temperatures,

Viscosity-Volatility of Glycol Diesters

Flash Vapor
Viscosity, Cs.@ °F, Pour or Pt., Pressure ,
210 -40 -65 (M,P,),°F, °F, mm, @ 400°F,

Polyethylene Glycol 200

dicaproate 2,920 1532 -- -65 (-27) k420 2.9
Polyethylene Glycol 200

mono-caproate mono-2-

ethylbutyrate 2,918 1851 18860 <75 (WNC) 420 3.5
Polyethylene Glycol
di-2-ethylhexanocate 2,810 2977 30985 <&-75 (WNC) 400 1.3

4, Dense Center Polyesters

The introduction of some branching into such esters as penta-
erythritol tetra-caproate to reduce the melting point has an adverse effect
on the viscosity-volatility properties, The vapor pressure increases and,
as discussed previously, the low temperature viscosity 1s higher as a re-
sult of the expected poorer viscosity-temperature relationship, This ef-
fect is illustrated in the following table. Data on di-Clo Oxo sebacate

are shown for reference.

Dense Center Polyesters - Viscosity-Volatility Properties

Viscosity, Melting Flash Vapor

Cs, @ °F, Pt., Pt,, Pressure ,
210 -40 °F. °F, mm, @ 4OO°F,
Pentaerythritol tetra-caproate 4,133 L4656 +21 470 0.25
Pentaerythritol dicaproate
di-2-ethylbutyrate 4. 660 16400 WNC k70 0.60
Di-Cy, Oxo sebacate 4,702 4191 -76 465 0.31
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C. Evaporation Rate of Synthetic Lubricants

The development of a test to measure lubricant volatility under
more realistic conditions than are employed in flash point or vapor
pressure determinations was recently undertaken in this work, It was
felt that flash point was too easily influenced by volatile contaminants
which might actually constitute only a very small proportion of the lubri-
cant material, On the other hand, the closely controlled conditions and
rather complex apparatus used in determining vapor pressure can hardly be
likened to actual equipment in which synthetic lubricants are used, and
where conditions may be conducive to evaporation losses, Consequently, to
learn more about the property of volatility, a high temperature evaporation
test has been employed, In this test a 30 gram sample of the test oil is
heated in a glass tube (35 mm. 1.d.), immersed in an oil bath at 392°F, for
5 hours, Nitrogen, at a rate of 2 liters per minute, is passed over the
surface from a 10 mm, orifice located ebout 2 inches above and directed at
the surface of the lubricant, The gas exit arm of the 1l inch tube is
located 4 inches above the. surface of the bath, Hourly weighings are made
to determine the weight of the sample evaporated, Analysis of the test
results of a number of lubricant materials evaluated showed that the rate
of evaporation for pure esters remains virtually constant, as expected, for
the duration of the test, This is shown in Appendix Figure 14 by the linear
relationship obtained when per cent evaporation is plotted against time.
The evaporation rates of a Grade 1010 mineral oil and a polyglycol lubricant
were not linear, reflecting the fact that these compositions are mixtures
of compounds of varying volatilities, The correlation between flash point
and evaporation in this test was rather poor, However, the evaporation
after 1 hour was found to be related fairly reliably to the vapor pressure
at 4LOO°F. These results are tabulated below and shown graphically in
Appendix Figure 15,

Evaporation of Synthetic Lubricants

Vapor Flash

Wt. % Evaporated, Pressure Pt.,

1 Hour @ 392°F, mm, @ K00°F, °F.

Di-2-ethylhexyl sebacate 0.7 0.78 430
Di-Cg Oxo adipate 1.7 2.6 385
Di-butyl phthalate 10.0 4.0 340
Cq Oxo decanoate 12,7 27.0 330
MIL-0-6081, Grade 1010 Mineral 0il 14.8 -- 290
UCON LB-TOX 18.3 65 280
2-Ethylhexyl 2-ethylhexanoate 22.3 120 270
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These results indicate that the evaporation test gives about
the same information on volatility as that obtained in vapor pressure
determinations, The evaporation test has the advantage of simplicity,
however, Several obvious modifications can be made to this test to
simulate still more realistic conditions, Exposure of the test oil to
air and agitation as well as high temperatures would be more like service
conditions, but a combined oxidation stability-evaporation test of that
type would probebly be a less useful tool in exploratory work,

D. Oxidation Stability Studies

One of the most important properties of a synthetic lubricant
designed for high temperature operation is its stability in the presence
of oxygen and its corrosiveness to metals normally used in the equipment
being lubricated, A limited amount of work has been undertaken to de-
termine the oxidation stabilities of synthetic esters and what factors
cause variations in their stabilities., A modification of the MIL-L-6387
Oxidation-Corrosion Stability Test was used in this work. It consists of
bubbling air at a rate of 5 liters per hour through a 100 gram sample in
the presence of strips of copper, aluminum, magnesium, and steel at a
temperature of 347°F. (175°C.). The test is continued until a sharp in-
crease is obtained in the neutralization number, which is determined every
24 hourse by removing a 10 gram sample, The stable life of the ester is
indicated by the point at which this relatively rapid increase in acidity
occurs, The gain or loss in weight of the metel strips is recorded, but
in these tests little significance is given to these data, since corrosion
may become unrealistically severe when the oil has been oxidized to a high
neutralization number, The stable life of an uninhibited ester is very
short, Consequently, an 0.3 wt, % concentration of phenothiazine has been
used as the oxidation inhibitor. This concentration will not prolong the
test to an inconvenient length of time, as would be the case for many
esters if higher concentrations were used,

It was pointed out in Appendix III of this report that impuri-
ties ere considered to be the chief antagonist in causing variations in
ester stability. For example, a distilled grade of di-2-ethylhexyl
sebacate (Plexol 201W) appeared to be more stable than the less pure
plasticizer grade (Plexol 201), The stability of a batch of plasticizer
grade di-Cq Oxo adipate (Plexol 24L) could not, however, be improved by
stripping, distilling, or charcoal treating. 1In the current study a number
of other esters have been partially purified mainly by stripping off the
first 5% and then evaluating the undistilled 5-100% portion, Information
on sny effects of low boiling impurities and the relative stabilities of
esters could thus be obtained. These esters were run in duplicate to give
an indication of the reproducibility of the test. As shown in the summary
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table below and in Appendix Table 49, stripping gave no definite improve-
ment in stability. In all cases the difference between the untreated and
the stripped esters appears to be within the reproducibility of the test,
which is not as good as desired, It will be noted that wide variations

in stabilities can be obtained depending on the ester selected., Certain
esters have substantially higher stable lives than others even though they
maey be only different batches of the same material. Di-2-ethylhexyl adi-
pate has a surprisingly good stable life of about 150 hours whereas di-Cg
Oxo adipate is stable in this test for about 85 hours (Batch II), 45 hours
(Batch I), and 25 hours (PX-208). Certain glycol diesters are at least
equivalent to the better dibasic acid diesters, Esters derived from sec-
ondary alcohols possess oxidation stabilities equivalent to primary alcohol
esters in this test, However, at higher temperatures (above about 400°F.),
the secondary alcohol esters would be expected to be poorer based on thermal
stability studies at these temperatures, although no substantiating data
have been obtained in this program,

Oxldation Stability at 34LT°F,

Steble Life, Hours
Untreated, 5% Stripped Off,

Ester + 0,3% Phenothiazine 0-100% 5-100%
Di-2-ethylhexyl adipate (Flexol A-26) 140, 160 115,140
Di-Cg Oxo adipate, Batch II (Plexol 2hl) 85, 85 5
Di-Cg Oxo adipate, Batch I (Plexol 24k) 45, 45 Lo, 4o
Di-Cg Oxo adipate (PX-208) 30, 20 35, 20
Dipropylene glycol di-n-octanocate 95 -
Triethylene clycol di-2-ethylhexanoate (3GO) 70, 55 70, 60
Di-sec., amyl sebacate 90 80, T5
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E. Thermal Stability Studies

Besides good oxidation stability, it is also desirable for a
synthetic lubricant to have good thermal stability. This is a property
which is inherent in the molecule and probably cannot be improved by
physical means, such as by the use of inhibitors or additives, The re-
action involved when a synthetic dlester 1s thermally decomposed is
generally considered to be one giving olefins, half esters, and the
original dibasic acid, Although other products, such as water, carbon
dioxide, aldehydes, alcohols, etc., have been reported, olefins and acids
appear to be the chief products of this reaction, The thermal stabilities
of a number of esters studied under the terms of this contract have been
determined by heating a 20 to 50 ml. sample of the ester at 392°F. for 48
hours in a closed tube under a small positive nitrogen pressure, In a
few cases the test has been run at 455°F, The change in neutralization
number occurring during the test is believed to be indicative of the de-
composition that has occurred, and is converted to per cent decomposition
assuming that the original dibasic acid is the only acidic decomposition
product, As was shown iIn the fifth quarterly report,¥*purity of an ester
mey have a marked effect on the thermal stability of the ester, To obtain
further information along this line several esters were stripped to remove
eny light-end impurities, The undistilled 5-100% portion was then sub-
Jjected to the thermal test and compared with the original material, As
shown by the following data taken from Table 51, any improvement obtained
by employing this stripping procedure appeared to be gemerally small and
insignificant in all caeses except those of Cg Oxo adipate (PX-208) and Cg
Oxo sebacate (PX-408). A small amount of water (dissolved or from unre-
acted alcohols) was present in these materials and was removed during the
stripping operation, This water may have been responsible for the poorer
stabilities of the originsl diesters, The presence of water would tend
to promote hydrolysis and consequently increase the acidity,

#5ee Appendix III.

(Data on following page)
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Thermel Stability - Effect of Refinement

392°F,
Neut, No, Decomposition
Increase % of ,

Compound mg, KOHZgE. Theoretical
Di-2-ethylhexyl adipate 0.1k4 0.05
Seme stripped, 5-100% 0.04 0.01
Dicapryl adipate 42,0 13.9
same stripped, 5-100% 40.9 13.5
Di-Cg Oxo adipate, Batch I 0.2k 0.08
Same stripped, 5-100% 0.20 0.07
Di-Cg Oxo adipate (Px-208) 5.43 1.79
Same stripped, 5-100% 1.35 0.4k4
Di-Cg Oxo sebacate (PX-408) 5.86 2,22
Same stripped, 7-100% 1,02 0.39

The initiel ester acidity does not appear to have any appreci-
able effect on thermel stability although it is conceivable that certain
acidic materials could catalyze the thermel decomposition of an ester, A
high acidity sample of di-C;y Oxo adipate (initial Neut, No. of 8,08) gave
essentially the same thermal stability before purification as it did after
the acidic materials were removed (Neut, No, of 0.07). No significant dif-
ferences appear in the stability at 392°F, of adipates and sebacates pro-
duced from primary alcohols. However, with secondary alcohol esters, which
are generally less stable thermally than the primary alcohol esters, the
sebacates appear more stable than the corresponding adipates, For example,
capryl sebacate decomposed only 1% compared with 1% for capryl adipate,
The sebacates of secondary amyl and hexyl alcohols are likewise reasonably
stable at 392°F, At higher temperatures, however, as shown by the Petroleum
Research Laboratories of the Pennsylvania State College, secondary @lcohol
sebacates decompose about T0% in 20 hours (500°F,) compared with 1 to 2%
for primary alcchol sebacates, azelates and adipates, This thermal insta-
bility of secondary alcohol esters can be conveniently circumvented by con-
verting the secondary alcohol to a primary one through the use of ethylene
oxide, The improvement in thermal stebility obtained by employing this
technique is outstanding, as shown below with data obtained at 392° and
455°F, on dicapryl adipate and dicaproxyethoxyethyl adipate. It will be
noted also that several similar Carbitol type adipates made from secondary
alcohols are equivalent in thermal stability at these temperatures to one

WADC TR 53-88 145




made from a primary alcohol (2-ethylbutanol) and two ethylene oxide units,
Complete data on thermal stability of esters at 392°F. are given in
Appendix Table 51, and at 455°F, in Appendix Table 53,

Thermal Stability of Secondary Alcohol Derivatives
392° and 455°F,

Neut, No, Decomposition,
Increase, % of
mg. KOH/gm, @°F, Theoretical @°F.
Material 392 L55 392 455
Dicapryl adipate k2.0 * 13.9 100
Dicaproxyethoxyethyl adipate 1.79 2.90 0.91 1.4k7
Isopropoxyethoxyethyl adipate 0.33 0.84 0.12 0.31
~ Diheptoxyethoxyethyl adipate 0.4%0 1.59 0.19 0.71
Di-2-ethylbutoxyethoxyethyl adipate 0.37 0.68 0.16 0.29

* No liquid sample remained at end of test, White cﬁystals
(adipic acid) had sublimed to cool portion of tube,

Propylene oxide can probably be used interchangeably with ethylene
oxide in this conversion of secondary alcohols to more stable alcohols, but
such esters have not been investigated in thermal stability tests, It is
known, however, as discussed in the fifth quarterly report,*that diesters of
polypropylene glycols (which are secondary glycols) possesg thermal stabili-
ties at 392°F, equivalent to similar dlesters made from polyethylene glycols
(which are primary glycols and therefore would be expected to give more stable
diesters). As shown below with data taken from Appendix Tables 51 and 53,
dipropylene glycol di-n-octanoate is essentially equivalent to polyethylene
glycol diesters in thermal stability even at 455°F, The thermal stability
of tripropylene glycol di-n-octanoate at 455°F, is not as good. The data
indicate that this glycol diester would probably be unsatisfactory at a
somewhat higher temperature, since at 455°F. it shows 2,34% decomposition,

*See Appendix III,

(Data on following page)
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Thermal Stability of Glycol Diesters
392 and 455°F,

Neut, No. Decomposition,

Increase, % of

mg. KOH/gm, @ °F, Theoretical @ °F,
Material 392 455 392 455
Dipropylene glycol di-n-octanoate 0.34 1,52 0.12 0.52
Tripropylene glycol di-n~octanocate -0,10 5.79 0.0 2.34
Polyethylene glycol 200 dicaproate 0.41 0.49 0.14 0.17
Polyethylene glycol di-2-ethyl-

hexanoate (4GO) 0.0 0.59 0.0 0.23
Di-C;, Oxo Sebacate 0.20 2.36 0.09 1.01

Data also presented in Appendix Table 51 show that esters pro-
duced from pentaerythritol and trimethylolpropane and straight chain acids
possess excellent thermal stabilities at 392°F,, and that the introduction
of some branchiness does not impair this property. Tri-n-butyl aconitate,
which has & point of unsaturation and a structure which might be expected
to undergo decarboxylation, is nevertheless fairly stable at 455°F,

(Table 53), giving only 3.6 decomposition, This triester, however, does
not appear to be & very promising lubricating oil component because of its
poor oxidation stability at 347°F. (Table 49).

F. ZIubrication Studies

Thie important phase of work is now being studied intensively
under this contract, as described generally in Section H - Future Work,
A considerable amount of information has been obtained in the 4-Ball E.P.
Machine and the S,A,.E. Machine,
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I, DISCUSSION

This work on lubrication studies has been confined to the SAE
load carrying machine and the 4-Ball E,P, test machine, The work with
the SAE machine was directed toward developing a test which would ade-
quately evaluate the load carrying properties of various lubricents for
use in aviation turbo engines, The effects of various operating varia-
bles such as speed, shaft speed ratio, loading rate, and run-in were
first investigated. Based on this work, a test technique was chosen for
additional checking., Inasmuch as good results have been obtained to
date, the operating conditions used for this work have been set up as
the SAE-SOD Load Carrying Test.

In these studies, a number of synthetic oils (with and without
load carrying agents) having viscosities in the range of 2,8 to 8 centi-
stokes at 210°F, were used, in addition to two mineral oils, These
mineral oils are as follows: Esso Turbo 0il 10 (MIL-L-6081, Grade 1010),
which has relatively low load carrying properties; end Esso Aviation 0il
100 (MIL-L-6082, Grade 1100), which has adequate load carrying properties
for high output turboprop and turbojet engines, but has unsatisfactory
low temperature properties, These two mineral oils will be designated
ETO-10 and EAO-100, respectively, in this discussion,

During the course of this work in the SAE machine, different
batches of the Timken test cups were used, Initially, cups marked "B"
and "C" were used, The supply of these cups ran out, however, and the
rest of the work was done with a batch of test cups marked "U", The "B"
and "C" test cups were essentially the same in hardness and surface finish,
but the batch "U" cups were somewhat harder and had a slightly rougher
surface finish, ILower failure loads were obtained with the batch "U" cups.
As discussed later in the report, this difference in performance indicates
the significance of small variations in the physical properties of the
test cups., A similar problem is encountered in various gear rig testers;
that is, variations between batches of gears affect the results obtained,

The 4-Ball E.P, Test results, discussed in a succeeding section of
this Apvendix, were obtained using the conventional procedure. The data
reported from this test include only the load required to cause immediate
("no delay") seizure and the load required to cause welding, This is be-
lieved to be the most significant information obteined in this test,

A, SAE-S0D Load Carrying Test in SAE Machine

A test has been developed using the SAE E.P, Lubricant Testing
Machine(1) for evaluating the load carrying ability of aviation gas

(1) The SAE Machine is described in the CRC Handbook,
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turbine lubricating oils, This test is & modification of one of the tests
used by the National Bureau of Standards, Comparison of these two tests
and the more widely kmown CRC E.P, gear oil test is shown in the following
table,

Tests in SAE E.P, Lubricant Testing Machine

SAE-SOD Test Test Used By CRC L~17 Test
for Turbo Oils Nat, Bur, Stds. for Gear Oils
Main Shaft Speed 1000 RPM 1030 RPM 1000 RPM
Shaft Speed Ratio 3.hk:1 3.4:1 1% .6:1
Test Cups Timken T-48651 Timken T-48651 Timken T-48651
Run-in 50 to 200 lbs, 200 lbs, for 150 to 200 lbs,
for 2 minutes, 1 minute, for 30 seconds,
Loading after Manual stepwise, Automatic contin- Automatic contin-
Run-in 50 lbs, at 10 uous at 78 1lbs. uous at 75 to
second intervals, per second, 85 1bs. per sec.
Failure Load* Minimum load at which scuffing of the contact surfaces

of the test cups occurs,

* In SAE-SOD test, if failure occurs during load change of 50 lbs.,
the failure load is taken as the average of the "o0ld" and "new" loads,

The main differences among these tests are in shaft speed ratio and loading
rate after run-in, The National Bureau of Standards test uses a lower
shaft speed ratio than the CRC test, 3.4 instead of 14,6, The SAE-SOD test
uses this lower ratio and also & much lower loading rate than the other two
tests, Manual load applications of 50 lbs, at 10 second interavls (300 lbs,
per minute) are used instead of the automatic loading at 75 to 85 lbs. per
second (4500 to 5100 lbs, per minute),

Results obtained with the SAE-SOD test have shown reasonably good
reproducibility, good spread between lubricants of widely different engine
performence, and good correlation with the I A E, Gear Machine test, 1In
addition, the test is not only sensitive to the viscosity of the lubricant
but also to chemical structure and to surface-active ingredients, The re-
sults obtained in the SAE machine during the development of this test and
under SAE-SOD conditions are tabulated in Appendix Tables 54, 55, and 56,

1, Effect of Viscosity, Chemical Structure,
and Surface-Active Ingredients

The effect of differences in chemical structure and viscosity
level on load carrying ability are apparent from Appendix Figurelé, In-
creased viscosity gives higher loads before failure, The type 1 esters, a
distinct class of compounds, appear to have better inherent lubricating
properties than the type 2 esters, a chemically different class of com-
pounds, over the viscosity range investigated, However, this difference
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is not necessarily reflected in finished lubricants based on the two types
of esters, Iubricating properties can be markedly altered through the use
of addition agents,

The effect of surface-active ingredients on failure load is shown
in Appendix Figure 17. Tricresyl phosphate increased the failure load 165
and 125 lbs, when used in 5% and 3% concentrations respectively in synthetic
oils of 3,0 and 3.4 cs, viscosity at 210°F, The use of 0,4% of a sulfurized
inhibitor gave an increase of 125 lbs, in a 5,0 cs, synthetic oil, '

2, Correlation with I ,A.E.
Gear Machine Test

The correlation of the SAE-SOD test failure load with that ob-
tained in the I A E, Gear Machine test is excellent for two mineral oils
and several synthetics, as presented in Appendix Figure 1¢, Both the I AE,
and the SAE-SOD tests also show reasonebly good correlations with high-speed
gear tests, and with the available field performance in full scale reduction
gear set-ups, This correlation with gear tests appears better than that ob-~
tained for other simple laboratory lubrication tests, This is probably due
to the ability of the SAE machine to recognize some of the same factors which
affect gear lubrication,

3. Veriation in Results with
Different Test Cup Batches

The variation in results using different test cup batches and
run~in loads is shown in Appendix Figure 19. Reducing the run-in load
from 200 lbs, to 50 lbs, (with batch "B" and "C" test cups) apparently has
little effect on failure load, giving essentially a numerical match cor-
relation, There appesrs to be an advantage with the lower run-in load, in
that more reproducible evaluations can be made on lubricants of lower load
carrying sbility, say in the range of 200 to 400 lbs, To illustrate, with
200 1b, run-in, Esso Turbo 0il 10 (Grade 1010 mineral oil) failed two times
during the 200 1lb, run-in and ran in a third test to 350 lbs, before failure,
When using 50 1lb, run-in, in four tests all failures occurred between 300
and 350 lbs, Results obtained at 50 1b, run-in load with batch "U" test
cups averaged 130 lbs, lower failure loads than obtained with batches "B"
and "C" test cups. The apparent explanation for this difference in per-
formance is differences in the surface finish and hardness of the test cups
as shown in the following table,

Physical Properties of Timken Test Cups No, T-48651

Average Hardness Surface Finish
Test Cup Rockwell RMS Microinches
Batches C-Scale Range Average
"B" and "C" 61.5 16-19 17.5
"g" 62,2 17-22 1g.2
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It appears that the "U" cups, which are somevhat harder and not quite as
smooth, are slightly more resistant to polishing during run-in, Hence,
the mating surfaces of the test cups may not be as smooth at the start
of the loading period as when using the "B" amnd "C" test cups. An at-
tempt, however, to obtain a higher failure load with the "U" cups by ex-
tending the run-in period to obtain better polishing before loading was
unsucceesful, This test involved synthetic lubricant B-15 and "U" test
cups, which were run-in in the following menner: 2 minutes at 50 lbs,,
2 minutes at 100 1lbs,, 2 minutes at 150 1lbs., and finally 2 minutes at
200 1lbe, The equipment was then cleaned and cooled to room temperature
without removing the test cups from their shafts, A new charge of lubri-
cant B-15 was charged and the test restarted using the standard SAE-SOD
test procedure of & 2 minute run-in (50 1lbs,) followed by 50 lbs, loading
each 10 seconds, Failure occurred during the load increase from 500 to
550 lbs, (525 1b, failure load). Thus, with the additional run-in, the
failure load fell short of the 550 to TOO lbs, range obtained in the
usual manner with the "U" cups and is far below the T00 to T75 1lb, range
obtained with the "B" and "C" test cups on this lubricant., Accordingly,
it appears necessary to establish a correlation for each batch of test
cups, This procedure has been found useful in the I ,A.,E, Gear Lubricant
Test and is probably advisable in all load carrying tests unless very
close limits are set-up on the surface finish, composition, and hardness
of the metal test parts,

B, Effect of Operating Variables on
Failure Load in SAE Machine

During the development of the SAE-SOD test procedure, a number
of operating variables were investigated to determine their effect on
failure load, A good part of this work was done at 3,9:1 shaft speed
ratio(l),

1, sShaft Speed

Increasing the shaft speed lowered the falilure load very signi-
ficantly as shown in Appendix Figure 20, Roughly doubling the speed from
530 to 1000 RPM reduced the failure load by more than one-half for all
four lubricents tested, In these tests, 200 1lb, run-in was used followed
by 78 lbs, per second loading., At the higher speeds, the relative dis-
tance the surface of one cup slides and rolls across the surface of the
other is greater and the rate of heat generation is higher, Each of
these factors tend to make the test more severe, At the higher speeds,

(1) It was plenned to conduct this work at 3.4:1 shaft speed ratio,
However, some gears in the SAE machine were inadvertently inter-
changed resulting in the higher shaft speed ratio of 3,9:1,
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the increase in heat generastion means that at any given time (which cor-
responds to a given load) the temperature of the lubricant is higher,
Likewise, at any given time the linear distance for which the cups have
been in contact is also greater,

2, Loading Rate

Loading at a faster rate results in failure at a higher load,
This is shown in Appendix Figure 21, where loading in a stepwise fashion
at an average rate of 100 and 200 lbs. per minute is compared with loading
at 4680 lbs, per minute (78 lbs, per second), This same effect is apparent
in Appendix Figures 22 & 23 covering the range of 25 to 400 lbs, per
minute average loading rate for mineral oil EAO-100 and synthetic oil B-15,
respectively,

Loading at a slower rate, means that the sliding distance in-
volved is greater before reaching a given load, This is in the direction
of higher severity, causing lower failure loads, Looking at it another
way, at loads above the maximum load which can be carried continuously by
the o0il without failure there is undoubtedly & definite lag time required
before oil film rupture and scuffing occur, Therefore, the faster the
loading rate, the more the load can be increased above the "maximum con-
tinuous" load during this "lag time" before failure occurs,

3. Effect of Run-in

Increasing the run-in load and time of run-in both tend to lower
the failure load when using 78 lbs, per second loading rate, Test data on
four oils are shown in Appendix Figures 24 & 25, As with speed and
loading rate, there is a tendency for failure to occur at lower loads when
the test cup surfaces are exposed for a longer time to the same load, or
for the same length of time to & higher load.

It appears advisable to have atleast a minimum run-in period of
1 to 2 minutes,

4, Effect of Shaft Speed Ratio

Increasing the shaft speed ratio tends to lower the failure
load, The limited data available (on Esso Aviation 0il 100) is presented
in the following table,

(Data on following page)
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Effect of Shaft Speed Ratio on Failure Load

Lubricant: EAO-100, Grade 1100 Mineral 0il

Speed: 1000 RPM

Test Cups: Timken No, T-48651 Batches "B" and "C"
Temperature: Room Temp, (75-80°F.) at Start

Shaft Relative Sliding Failure
Speed Between Cups Load,
Ratlo Feet per Min, Run-in Period Loading After Run-in Lbs,
3.4 346 50 1lbs, for 2 min, 50 lbs, each 10 sec, 988
3 .)4' 3)+6 200 " 1" 2 " 50 1" 1" 10 ”n 975
3 '9 365 200 1 1" 2 1" 100 1 1 30 " 700
3.9 365 200 " o2 o 00 " 60 " 600
lll-, 6 l‘.57 50 1" 1 2 " 50 1 " lo 1"t 200

As shown in the table, at higher shaft speed ratios the sliding distance is
greater per unit of time, This means that the same factors are involved as
with an increase in speed, Namely, the generation of heat by friction is
more rapid and at any given load the sliding distance has been greater,

Both these mske the operation more severe and bring about failure at a lower
load,

C. ILubrication Studies in 4-Ball E.,P. Tester

1, Effect of Viscosity

Tests were run in the L4-Ball E,P, Tester to determine the effect
of viscosity upon failure load for relatively low viscosity mineral and
synthetic oils, The results, shown in Appendix Table 57, indicate essential-
1y no effect of viscosity, Three groups of oils were tried as follows: (1)
refined mineral oils from 1,2 to 14,1 c¢s, at 210°F,, (2) Oxo alcohol esters
from 1,34 to 5,61 cs, at 210°F,, and (3) blends of di-2-ethylhexyl sebacate
(Plexol 201) and Acryloid HF-825 from 3,36 to 10,10 cs, at 210°F, Within
each group, both seizure and weld loads were within experimental error
showing that this 4-Ball E.P, test 1s not sensitive to variations in
viscosity.

2, Effect of Chemical Structure

Although the L4-Ball E,P, Tester is not affected by viscosity,
the seizure and weld loads are influenced by chemical structure and surface-
active load carrying agents in the low viscosity synthetlc olls. The tests
which were conducted are shown in Appendix Table 58, The materials con-
taining ether-oxygen linkages exhibited no better load carrying ability in
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this test than the sebacates, adipate, and the succinate which were tested,
The literature, however, indicates that some improved performance with
this type of material is possible for steel-on-bronze lubrication,

The better performance of Complex Ester A over that obtained
with the other esters shows that the 4-Ball E.P. test can recognize changes
in chemical structure, The esters of Evanacid 3CS also give better per-
formance in this test showing the effect of the sulfur~containing molecule,
Tests on blends of the tri-n-hexyl ester of Evanacid 3CS with Plexol 24k
(Cg Oxo adipate) show nearly linear correlation of both seizure and weld
loads with the concentration of the sulfur-containing ester, As discussed
in previous reports, the esters of Evenacid 3CS, although effective load-
carrying agents, are not believed to be satisfactory for turbo engine
lubrication because of corrosion difficulties encountered at high
temperatures,
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